12 United States Patent

Czerwinski et al.

US010141079B2

US 10,141,079 B2
Nov. 27, 2018

(10) Patent No.:
45) Date of Patent:

(54) TARGETRY COUPLED SEPARATIONS

(71) Applicant: TerraPower, LLC, Bellevue, WA (US)

(72) Inventors: Ken Czerwinski, Seattle, WA (US);
Joshua C. Walter, Kirkland, WA (US)
(73) Assignee: TerraPower, LLC, Bellevue, WA (US)

(*) Notice:

Subject to any disclaimer, the term of this

patent 1s extended or adjusted under 35
U.S.C. 154(b) by 266 days.

14/757,683

(21) Appl. No.:

(22) Filed: Dec. 23, 2015
(65) Prior Publication Data
US 2016/0189816 Al Jun. 30, 2016
Related U.S. Application Data
(60) Provisional application No. 62/097,235, filed on Dec.
29, 2014.
(51) Imt. CL
G21G 1/02 (2006.01)
BO1D 11/04 (2006.01)
(Continued)
(52) U.S. Cl
CPC ......... G21G 1/02 (2013.01); BOID 11/0203
(2013.01); BOID 11/0403 (2013.01);
(Continued)
(58) Field of Classification Search

CPC .... G21G 1/00; G21G 1/02; G21G 2001/0036;
BO1D 11/0203; BO1D 11/0403; BO1D
15/40; BO1D 2215/027; YO2P 20/544

See application file for complete search history.

224 1\| 228 _LJI i w6
|
T
208
212
2147 [ ] D/
206 .

222 -\

214

204

210

214

214

(56) References Cited
U.S. PATENT DOCUMENTS
3,010,889 A * 11/1961 Fortescue ................ G21C 1/06
264/0.5
5,596,611 A * 1/1997 Ball .....................l, G21G 1/02
376/186
(Continued)
FOREIGN PATENT DOCUMENTS
GB 2511113 8/2014
GB 2516046 1/2015
(Continued)

OTHER PUBLICATTONS

Chou, Wei-Lung, et al. “Removal of gallium (III) 1ons from acidic
aqueous solution by supercritical carbon dioxide extraction in the
green separation process.” Journal of hazardous materials 160.1

(2008): 6-12. (Year: 2008).*
(Continued)

Primary Examiner — Jack W Keith
Assistant Examiner — Lily C Garner

(57) ABSTRACT

Targetry coupled separation refers to enhancing the produc-
tion of a predetermined radiation product through the selec-
tion of a target (including selection of the target material and
the material’s physical structure) and separation chemistry
in order to optimize the recovery ol the predetermined
radiation product. This disclosure describes systems and
methods for creating (through 1rradiation) and removing one

or more desired radioisotopes from a target and further
describes systems and methods that allow the same target to
undergo multiple wrradiations and separation operations
without damage to the target. In contrast with the prior art
that requires complete dissolution or destruction of a target
before recovery of any irradiation products, the repeated
reuse ol the same physical target allowed by targetry
coupled separation represents a significant increase 1n eili-
ciency and decrease in cost over the prior art.

16 Claims, 12 Drawing Sheets

1002 Eelil#]
Provide 1rradiated
fissionable material

/-EDEI l

1004 _\
Select ligand
214 1006 l
_\ Prepare sCO2 extraction
material

220

1008 l
_\ Mix extraction material

with soutce material

1010 l
_\ Remove extraction
material w/ complexed

sotope

1012 l
_\ Separate the isgtope

from extraction material

}

@ullect fission pruducts)




US 10,141,079 B2
Page 2

(51) Int. CL

BOID 15/40 (2006.01)
BOID 11/02 (2006.01)
G21C 19/42 (2006.01)
G21G 1/08 (2006.01)
G21G 1/00 (2006.01)
(52) U.S. CL
CPC ... BOID 15/40 (2013.01); G21C 19/42

(2013.01); G21G 1/08 (2013.01); BOID
2215/027 (2013.01); G21G 2001/0036
(2013.01); YO2P 20/544 (2015.11)

(56) References Cited
U.S. PATENT DOCUMENTS

5,730,874 A 3/1998 Wai et al.
5,792,357 A 8/1998 Wai
5,910,971 A * 6/1999 Ponomarev-Stepnoy ...................
G21G 1/02
376/186
8,529,713 B2 9/2013 Ahfeld et al.
2011/0286565 A1  11/2011 Tsang
2011/0305309 Al* 12/2011 Brown ............... G21G 1/00
376/189

2012/0069946 Al 3/2012 Hamill

FOREIGN PATENT DOCUMENTS

JP HI11174194 12/1997
JP 2003063801 3/2003
JP 2010-223942 10/2010
JP 2012047531 3/2012
WO 2000/03399 1/2000
WO 2013-085383 6/2013
WO 2014/029641 3/2014
WO 2014/128457 8/2014

OTHER PUBLICATIONS

Ashraf-Khorassani, Mehdi, Michael T. Combs, and Larry T. Taylor.
“Solubility of metal chelates and their extraction from an aqueous
environment via supercritical CO2.” Talanta 44.5 (1997): 755-763.*

Borts, B., et al. “The study of supercritical extraction of complexes
of molybdenum with carbon dioxide.” BocTouHO-EBpOneckuit

KypHal IIePEABEIX TEXHOIOTHH 6 (6) (2016): 57-63.*

Hung, Laurence, et al. “Supercritical CO2 extraction of molybdenum-

ligand complexes from sulfuric solutions.” The Journal of Supercriti-
cal Fluids 111 (2016): 97-103.*

Wai, C. M., and Shaofen Wang. “Supercritical fluid extraction:

metals as complexes.” Journal of chromatography A 785.1-2 (1997):
369-383.%

Wai, C. M. “Supercritical Fluid Extraction of Trace Metals from
Solid and Liquid Materials for Analytical Application.” Analytical
sciences 11.1 (1995): 165-167.*

Mekki et al., “Extraction of Lanthanides from Aqueous Solution by

Using Room-Temperature Ionic Liquid and Supercritical Carbon
Dioxide in Conjunction” Chem. Eur. J. 12:1760-1766 (2006).

Scott et al., The Simple Molten Salt Reactor, Practical, safe and
cheap, Moltex Energy LLP.
Wang et al., “Extraction of Uranium from Aqueous Solutions by

Using Ionic Liquid and Supercritical Carbon Dioxide in Conjunc-
tion” Chem. Eur. J. 15:4458-4463 (2009).
Transatomic Power Technical White Paper, Mar. 2014. (Mar. 2014).

Zhu et al., “Extraction of Actinides and Lanthanides by Supercriti-
cal Flmud” Journal of Engineering for Gas Turbines and Power
133:1-8 (May 2011).

Bertch, T.C., Selective Gaseous Extraction: Research , Develop-
ment and Training for Isotope Production, Final Technical Report

for the Period Apr. 1, 2012 through Mar. 31, 2014, General Atomics.
(Mar. 31, 2014).

Lin et al., “Supercritical fluid extraction and chromatography of
metal chelates and organometallic compounds™ trends 1n analytical
chemustry 14(3):123-133 (1995).

L1 et al., “Afhnity Extraction into CO2. 2. Extraction of Heavy
Metals into C02 from Low-pH Aqueous Solutions™ Ind. Eng. Chem.
Res. 37:4763-4773 (1998).

Zhao et al., Review Use of 1onic liquids as ‘green’ solvents for
extractions, J] Chem Technol Biotechnol 80: 1089-1096 (2005)., pp.
1089-1096 (2005).

Takata et al. Conceptual Design Study on Fast Reactor Fuel
Reprocessing System Using Super-Direx Process, pp. 5 (Apr. 25-29,
2004).

PCTUS2015/000499 International Search Report and Written Opin-
1on, dated Jul. 22, 2016.

European Extended Search Report for EP15875826.8 dated Sep. 6,
2018, 7 pages.

* cited by examiner



U.S. Patent Nov. 27, 2018 Sheet 1 of 12 US 10,141,079 B2

Iz

12

[rradiate Target(s)

14

Separate Desired Product
From Target(s)

FIG. 1



¢ DIA

US 10,141,079 B2

Sheet 2 of 12

0C¢

Nov. 27, 2018

00<

U.S. Patent

4%

4404

<0¢

RITRR

B e e e A A A NN R X e
et ta e tatete 0 toleted teleletatelelotatetatelotoleletelnls wlaateleloteletetetetoioln et
2O 04 086000004004 0 0s st et 0t 00008 0.00 0500805080080
pgecsietatelelele! RXKXKN p Yelsl0lele RHHKHIRKINE
%% g oo te e, . 02020 %% % %% ra Ve
5 d Pl¢ -.44*? WD 0502055,
e Q) R
. L0 v e v v s LEOLEN v LI AN)
RO TOTOTITaTes 10020202020 207070 CERHKIALRHIAR
2 20007006202 % 0 20 2% , oo el
v W, S I S R A e S s e ., e i . *"*‘*’.’*"*
OO
RN %
. NGIOK K N e
LN 6% %%
KRXI QOIS LI
BSOS g WA Pt X X XA )
ROSRERKS RIS
5CRHICHHKKS CRRIIRAHARARHSNKY
200202200 % et 0 0020 % % e 20 %%
SOBEEE KRS
preletele el OIS
KA 02020 00020 %0 % 002
GO0 KK "o B %% %%
%6 B 0%%e® 05025 B Yo% %
5] oSe%! %%t 5
ot 55 Yodetels
Lelede sl0ed olelels
DX X a%e%% NI 004 %%
20%e% 2ele o2e%%
J0%0%% 00 WV e e% %
2905 I e LSS
o2eteled 0202020070505 % %%
o2ele%e% LRI RIRRK AR
0% OSSR R KN
CRARHLL 02020205050 % e %% %
2%t e %% % 20520 %000 00 0 0 Y
RSN fR A RS
: 5 et
% Fodesess
oleley
hﬁﬁﬁﬂ
AR 907
o o ey
SRR
A--, Yodeteded 4

clc
80C

97T
| M- 87 44

riii

cCd



U.S. Patent

302

304

306

308

310

312

314

Nov. 27, 2018 Sheet 3 of 12

Select desired |
radioisotope '

[dentify a target and
source material

Determine recoil

distance of radioisotope

Create source(s) from
source material

[rradiate source(s)

Separate desired
radioisotope from
source(s)

Incorporate radioisotope

in final form or product

FI1G. 3

US 10,141,079 B2

/' 300




U.S. Patent Nov. 27, 2018 Sheet 4 of 12 US 10,141,079 B2

/- 400

408

Pl

404

402

414

412

406

v 410
A

FIG. 4



U.S. Patent

502

504

506

508

510

12

Nov. 27, 2018 Sheet S of 12

Provide solution

Add precipitant

Collect precipitate

Grain forming and sizing

Forming operation

Package source material

into container

Source ready for _
irradiation

FIG. 5

/ 500

US 10,141,079 B2



U.S. Patent

100

3

A\
2
3

.

J

Nov. 27, 2018

N\

FIG. 6A

Sheet 6 of 12

N\

-

N \x N \\ \\\

N

\
.

US 10,141,079 B2

104

N

3

$
\




U.S. Patent Nov. 27, 2018 Sheet 7 of 12 US 10,141,079 B2

100 ~

\\ 104

4

K2yl 3l

FIG. 6C
O O
- F
F F
= F

FIG. 9



U.S. Patent

710

Nov. 27, 2018

702

704

706 ~

708

Separate radiotsotope
from extraction matenal

and process it 1nto a final
form

Provide irradiated
material

Select extraction

compound based on
desired product

Contact source with
extraction material

Remove extraction
material with dissolved
radioisotope

FIG. 7

Sheet 8 of 12

US 10,141,079 B2

f 700

712

Treat source as needed

or necessary for
subsequent irradiation



U.S. Patent

802

804

806

8038

810

812

Nov. 27, 2018

Place spent fuel
assembly nto contaner/

Fill container with

extraction material

Remove extraction
material with dissolved
radioisotope

Collect removed
extraction matenal in a
separation vessel

Reduce the extraction
matenal to sub-critical
conditions

Volatilize the extractant

Collect fission products )

FIG. 8

Sheet 9 of 12

US 10,141,079 B2

/ 800



U.S. Patent

1002

1004

1006

1008

1010

1012

Nov. 27, 2018

Provide 1rradiated
fissionable material /

Select ligand

Prepare sCO2 extraction
material

Mix extraction material
with source material

Remove extraction
material w/ complexed
Isotope

Separate the 1sotope

from extraction material

Collect fission products

FIG. 10

Sheet 10 of 12

US 10,141,079 B2

/ 1000



US 10,141,079 B2

Sheet 11 of 12

Nov. 27, 2018

U.S. Patent

-

* & W T o F %9 X FYTAAFTEFTFTRFETN
T F I F R FFIFF +F4 Fry PRy AR
& M ok o ok F w0 ok o ok kA g oW MWL N+ EW
I 4 % F4 F F FITF R FY F oAy &I E =5
* +=F kA *A T Ak YA
* F 4 d &k d % + &k ¥ b F 4 b ¥ F 4 =2 4 F ¥+ 4+
Fr A A AT Y s Y a s Ay ek
A LA W F F = Fd Y kR FEFFY P s
w b m | ad g e i d pd s dad s F il 4

.1.-!!-...-!!.1-...!!.!...1.......—.
Ll AR h F F ANk F kA TA AR K
-+ d 8 & & B & F R F N L B W FC AT A

] L N B N A LR L B L B B

- [] * & %k kT kT e ko ok Ay 4o
- by d % g = gk od § gy dod
] LI IR IR I IS o BB
k] L EFF I 4% 4 +%#% 4T TFFPFIrS
itiifflit___.rlff.rr..i___li

T
laiiai-rrnnlblur.—_-l.l
=

I I N A N BN B A N
b omohd oo I I I
g L SN LR 4 F a2 = wm oo
Fdow h ok w b A d kot Rk
+ B W FFFTET s F T PE TP =om
np s F TR DN " A F AR+
+ FW = 2=y oyou
4 * & ¥ 4 *F ¥ &+ & * A ¥ - & 4 F T
LI U B R | L I I I L R

4 + 4 4 47 a=amw - m =y p =

il.—."."""-l#’-flil
r L b 4 ¥ 4 o % & ¥4 3 I 4 F F ¥ FF

-
-
E-v.—rdr.ﬁ!f!vf#a_-iiil
. L s e e a e
.-.e-l.__....._iu_l-.-.._..-.-_._.-..-.'.._
i n 4 8 3 el f sk kel sk
nnlqliilllnlqinl.—.i.—.il
L] nw h FrrrFr v Rty A
.-...“-............__.............._...::........_._
oy r p o= = p] e oy by o=l
FF 4 s 4k d oo b ko ok oy d 4 k4K
* T = ¥ = F R} R 3 mm T R E RSy .
& b & b b ok ok b ok &K oA kg pdd o
T Y TR R T T oy ok doame hmon
247 R AE R FFRFS koo iRk
fF E W+ %Y F U FRTATTFWRETYY AT
4 4+ W B K F & F FFFRET ATYFFPEEFEYE R
 + B 3 % + d W oa AT a3 AN R
4 F 2 =m *®% F L F & B dFFFFAIEAdEYAR

LR R A R R L I O N TR AR

=
Tt
@)
i
S
I
&0
nat
3
=

1102

™

1a{ion

Irrad

1122

- 1 %" 114 F141+%" F*EF
B T ¥ F F F ¥ E F F ¥ 4d 4 4 4 4

"R ] B R f A kR ¥ koA oW ok
F 4 F = rF T4 = v F % F 4" 8T F F 710
L L I RN % ¥4 xXx ™ 3 prd R

LI B L L B R R B B L B B

d p v wy F For b ng g d g x bk g a1 v pwp

+ v & v 4 b odaowdowd dd YN N T+
B omd @ FJd AW 4 LA d F Aok ALk chmek

= F m mpEpoFTE R ===
4 = 3y X ErFF s Pl ST AR
F AP T = FPFYFEOYRFEYTF 4R A
AT F R EFFAFT RS+ EAAFAFT R YRR
+ %= k¥ v kv b bk & x5 k £ vk kK &Y &k ¥ 3
P+ 4 a2 g prrd Ly w e la Ao
r+ & 4 # % & % % * % F FAT + & FT A ¥*F
A T R R I I T R I A L
= % bk mor mor amr s ok omoE ETET EEE R
R . LT T T I I I BT W N I I R |
E s h o r L v v d ¢ g5 d bk ¢ =xr b g rdoae-r
- = p F Py "R T [ "} A ga T E

4 ¢ 4 % = B & ¥ o+ F & & d F d 4 k d 4

Target Material
1120

i
o

1126

- |
N |
ymamay ymman
pemimmnind e

# 3 = kb kRN
F Y * 9 4 1T ¥ F R 21

£ 4% F I F FEF R AEF

r F & 1

& 4 & & 4% b

K ok BN OF k k hod o d N wm

m w4 A omor op o oLy omonom

d £ & ¥ = =

id

EE I B

llary Mater

LI T A ¥ FAFF YN

d & o N
W 4 ok F L w oo
LA I N B R

- = 3 m oa

LI I I A

LI I BT B

n R ¥ FP ¥ +

LRI | TR RO E

r "% F 4+ 49
r+¥*¥rrewrr

F o+ & 4 40w

* 4+ 4 FdF T
LI N S L]
4 bk d =t

F BT F 494"

LI I B I )

LI |
 F & 4 = H ¥
4 L B F I A /& &

4 b Lo W A oh

!

+

r j ¥ F n « 4 & 1 4 db v a = bk § F g=
ny =4 k¥ bk ora
B+ F B 4 4 3 § & & & koo gk ko4
% B T & b oz B ¥ B ook lromon ook

T e rad YT

Anc

-
L
a
]
*
r
L
+
]
-
*
-

E h + ¥ & d & & b 4

4
4
-
-

* F W EF P FFY A Y LAPFET ¥ F®
i r el + v n b s dy >l
F 2 1 = a = F ®B § ® &4 4 & & v r r = v 7T 1 =

A d e L+ &+ b ok ok oy Lt ks

o
{0
or
!
—
g
o
DL

S

1106 - Target Matenal
| 1120

10N

+

1at

frrad

1124

=
st
Q7
s
s
-
8
g
2
Yt
<

o
L
o T
-]
)

| o ¢
d
O
j

o B

__,/

&
G
R

LI B I D B R d 4w 4 r >
L - £ FF F 4 4 F 4 Fa1
L ] LI B I N N L L
LI | LEE S NN L
A A | - m m om om ok o h koW oay W

1 # FA4 L AP
L @ 4 ok 3 ok
I
PO ]
i & 4 = TP A F AN R FEAT AT A+
TEE R rm 4 m m omomom kor oy omoauw homoa
LIS B
+ & m
* 4 b K
R |

a
-
=

&

-

o &
W m homom
* + 1 *
FTYTTacr
+ TR
"k FEE
+ v 3 m
FE kAN
LR |
T A EF T
+ 4 3 &
 + F LT
E LN I |
1 - F & =
+ 4 am
T P oA
+ ¥+ L
o Lk &4
& 4 ok
= = F
%+ & + I
A kY ok ok
E A
[ B O I |
4 4 4 F
o B ok Fom
LN
" = s oaow
E I I
F = oy o oa
A F R F
[ T T |

LI
LI B §
-y oaom
=4 7
s = rp
4 4 =~ 4 1
k¥
14 0 & k& b 4 F F & B2 Xd bk d ol 1A 4 A &
2 = v kL B F T yom h fodrd o BT KA KR
W b s b by ka1t
+ 1 F 1 % k F F &~ F 4 & 5 F 4 4 & ¥ & F = 4

F 4 4= 3 a7 ey e g gryrd g d 3 poT

..
oo
T—y

\O
™

1122

1124

- 4 % ¥ FF =" ¥F 4 ran
[T I T I B BT I A |
LT B I NN I R )
Py * T T "

1 h e ot
N4 F I
-._li.-.._:e:l...-_
* yaele » 4 4 k0
- -#t_ul.-.l
B AR
T & Al LI
lﬂ..._ e R
LI B ] re+a
*n
LI | LI I N I I | &
d # = 4 & F k& B R L 3 &
LI TR R R
i F 0 ow d omod ok ohor b hwor oxwow i

# d f B 7 4 v Al kwoxh § ok Eor ke

I a prd 3070k *+q9a0rF 4+
r v 4 r r F r = I o 1 + b & & + 4d a

" & F 4 % 4 F E§F 54 § & 4 §F &= ]

1110

4 =N

[ I I Y

- # kg

= 4 8

T

F1G. 11




U.S. Patent Nov. 27, 2018 Sheet 12 of 12 US 10,141,079 B2

/’ 1200
1202 —
Obtain 1rradiated initial
material _

1202
Characterize matenal
1204
Select desired
radioisotope
1206
Create source(s) from
initial matenal
1210
1208 e — — —
Separate desired ]
radioisotope from [rradiate source(s) |
source(s)  pe—— |
1212

Incorporate radioisotope

in final form or product

FIG. 12



US 10,141,079 B2

1
TARGETRY COUPLED SEPARATIONS

RELATED APPLICATIONS

This application claims the benefit of U.S. Provisional
Application No. 62/097,235, filed Dec. 29, 2014, which
application 1s hereby incorporated by reference 1in 1its
entirety.

2
INTRODUCTION

Irradiation of chemical compounds and separating mate-
rials from the 1rradiated compound have a range of technical
applications which includes the production of radioisotopes,
nuclear tuel processing, and fundamental scientific research.
For example, the following 1s a table that lists some valuable
radioisotopes including those with medical applications.
Some of the radioisotopes are generated directly from pre-
cursor fissionable material while others are decay products
ol other radioisotopes.

TABLE 1

Radioisotopes and Uses

Radioisotope

Actinium-227

Bismuth-213

Cesium - various
1sotopes
Carbon-11

Chromium-51
Cobalt-57

Cobalt-60
Copper-64

Copper-67
Dysprosium-1635

Erbium-169

Fluorine-18

Gallium-67

Gallium-6%

Germanium-6%
Gold, various
1sotopes

Holmium-166

Indium-111

Iodine-123

lodine-124
Iodine-125

Symbol Half Life Use(s)

227 Ac 21.8 vy As a parent of “°°Ra, used to create a “*’Ra
generator (such an 1sotope generator may also
sometimes be referred to as a %?/Ac “cow” that
is occasionally “milked” to obtain the “**Ra
isotope).

213 46 min Used for targeted alpha therapy (TAT),
especlally cancers, as it has a high energy (8.4
MeV).

(s Used in brachytherapy, particularly **Cs and
3l

He 20.3 m Positron emitter used in positron emission
tomography (PET) for studying brain
physiology and pathology, in particular for
localizing epileptic focus, and 1 dementia,
psychiatry and neuropharmacology studies.
Also has a role 1n cardiology.

1Cr 27.7 d Used to label red blood cells and quantify
gastro-intestinal protein loss.

>'Co 271.8 d Used as a marker to estimate organ size and
for 1n-vitro diagnostic kits.

OCo 5271 y Formerly used for external beam radiotherapy.

“Cu 12.7 h Used to study genetic diseases affecting

copper metabolism, such as Wilson’s and

Menke’s diseases, and for PET imaging of

tumors, and therapy.

Beta emitter, used in therapy.

Used as an aggregated hydroxide for

synovectomy treatment of arthritis.

169y 94 d Used for relieving arthritis pain in synovial
joints.

ISF 1.83 h Positron emitter used in PET for studying
brain physiology and pathology, 1n particular
for localizing epileptic focus, and 1n dementia,
psychiatry and neuropharmacology studies.
Also has a role in cardiology. '°F has become
very important in detection of cancers and the
monitoring of progress in their treatment,
using PET.

%'Ga 78 h Used for tumor imaging and localization of
inflammatory lesions (infections).

Ga 68 min Positron emitter used i PET and PET-CT
units. A daughter of ®5Ge typically obtained
from a 68Ge generator.

SGe 271 d Used as the ‘parent’ in a generator to produce
the daughter isotope ®°Ga.

A Used in brachytherapy. *®Au in particular is
used for treatment of the prostate.

1660 26 h Beimng developed for diagnosis and treatment
of liver tumors.

HHTn 2.8 d Used for specialized diagnostic studies, e.g.
brain studies, mfection and colon transit
studies.

1231 13.2 h Increasingly used for diagnosis of thyroid
function, it 1s a gamma emutter from electron
capture. This 1sotope does not have the beta
decay that occurs in 1.

1241 4.18 Used as a tracer.

1251 594 d Used in cancer brachytherapy (prostate and
brain), also diagnostically to evaluate the

-h

5/Cn 2.6
165Dy 2.33

-

-
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H 1-continued

Radioisotopes and Uses

Radioisotope

Symbol

Half

Life

Use(s)

Iodine-131

[ridium-192

[ron-59

Krypton-81m

Lead-212

Lutetium-177

Molybdenum-99

Nitrogen-13

Neptunium-238

Oxvygen-15

Palladium-103

Phosphorus-32

Plutonium-238

Potassium-42

Radium-227
Radium-223
Rhenium-186
Rhenium-188

Rubidium-¥1
Rubidium-82

Ruthenium -

various 1sotopes
Samarium-1353

Selenium-75

Sodium-24
Strontium-82

Strontium-89

Technetium-99m

1311

212Pb

l??Lu

8.02

74

46

13.1

10.6

0.7

60

9.97

2.11

122.2

17

14

R7.7
12
42

11.4

3.8
17

4.6
1.26

47

120

15
25

50

6.0

SCC

=

min

/=

filtration rate of kidneys and to diagnose deep
vein thrombosis in the leg. It i1s also widely
used 1n radioimmuno-assays to show the
presence of hormones in tiny quantities.
Widely used in treating thyroid cancer and in
imaging the thyroid; also in diagnosis of
abnormal liver function, renal (kidney) blood
flow and urinary tract obstruction. A strong
gamma emitter, but used for beta therapy.
Supplied in wire form for use as an internal
radiotherapy source for cancer treatment (used
then removed). Beta emuitter.

Used in studies of iron metabolism in the
spleen.

SmK+ gas can vield functional images of
pulmonary ventilation, e.g. in asthmatic
patients, and for the early diagnosis of lung
diseases and function.

Used in TAT for cancers or alpha
radioimmunotherapy, with decay products
21°Bi and “'“Po delivering the alpha particles.
Increasingly important as 1t emits just enough
gamma for imaging while the beta radiation
does the therapy on small (e.g. endocrine)
tumors. Its half-life 1s long enough to allow
sophisticated preparation for use.

Used as the “parent’ in a generator (e.g., a Mo
cow) to produce *™Te.

Positron emitter used in PET for studying
brain physiology and pathology, in particular
for localizing epileptic focus, and 1n dementia,
psychiatry and neuropharmacology studies.
Also has a role 1 cardiology.

Can be obtained from neutron bombardment of
23N, a parent of “>SPu.

Positron emuitter used in PET for studying
brain physiology and pathology, in particular
for localizing epileptic focus, and in dementia,
psychiatry and neuropharmacology studies.
Also has a role 1 cardiology.

Used to make brachytherapy permanent
implant seeds for early stage prostate cancer.
Used in the treatment of polycythemia vera
(excess red blood cells) and laboratory
experiments. Beta emitter.

Used as a source in radioisotope
thermoelectric generators.

Used for the determination of exchangeable
potassium in coronary blood flow.

Parent of **’Ra.

Used for treating pain associated with
multifocal bone metastases. Decay product of
22'Ra via *?’Ac and 'Th.

Used for pain relief in bone cancer. Beta
emitter with weak gamma for imaging.

Used to beta irradiate coronary arteries from
an angioplasty balloon.

Parent of 3!™Ku.

Convenient PET agent 1in myocardial perfusion
imaging.

Used in brachytherapy.

Very effective 1n relieving the pain of
secondary cancers lodged in the bone, sold as
Quadramet ™. Also very effective for prostate
and breast cancer. Beta emitter.

Used in the form of seleno-methionine to study
the production of digestive enzymes.

For studies of electrolytes within the body.
Used as the “parent’ in a generator to produce
S“Rb.

Very effective 1n reducing the pain of prostate
and bone cancer. Beta emuitter.

Used to image the skeleton and heart muscle n

particular, but also for brain, thyroid, lungs
(perfusion and ventilation), liver, spleen,
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TABLE 1-continued

Radioisotopes and Uses

Radioisotope Symbol Half Life Use(s)

kidney (structure and filtration rate), gall
bladder, bone marrow, salivary and lacrimal
glands, heart blood pool, infection and
numerous specialized medical studies.

Thallium-201 20171 73 h

Used for diagnosis of coronary artery disease

other heart conditions such as heart muscle
death and for location of low-grade
lymphomas. It 1s the most commonly used
substitute for ?Tc in cardiac-stress tests.

Thorium-227
Xenon-133
Ytterbium-169

18.7 d
5.24 d
32 d

brain.

Ytterbium-169 32 d

brain.

Yttrium-90 64 h

Decay product of “*’Ac and parent of “**Ra.
Used for pulmonary (lung) ventilation studies.
Used for cerebrospinal thud studies in the
Used for cerebrospinal fhud studies in the

Used for cancer brachytherapy and as silicate

colloid for relieving the pain of arthritis in
larger synovial joints. Pure beta emuitter and of
growing significance in therapy, especially

liver cancer.

Current techniques for the production of radioisotopes
involve the irradiation of a precursor material 1n which some
of the precursor 1s converted 1nto one or more radioisotopes
distributed throughout the material. This 1s followed by
dissolution of the material and subsequent separation of the
unreacted precursor material from the produced radioiso-
topes. In currently known techniques for producing radio-
active 1sotopes, target materials are often sealed 1n capsules
and placed into irradiation locations. The 1rradiations can be
performed with reactors or accelerators using a variety of
particles and targets. After irradiation, the capsules are
placed 1n shielded containers and transported to chemistry
laboratories capable of handling the high activity of the
material for batch dissolution and recovery of the radioac-
tive 1sotope product or products.

TARGETRY COUPLED SEPARATTONS

Using currently known techniques, the vast majority of
the 1mitial starting material 1n irradiations 1s unreacted and
often must be dissolved to allow the 1rradiation products to
be chemically separated. The separation of the minuscule
amount of the irradiation product from a large excess of
unreacted starting material often requires multiple purifica-
tion routes after dissolution. If additional product 1s to be
formed from nuclear reactions with the remaining starting
material, the remaining starting material must be reformed
after dissolution 1nto a form suitable for subsequent 1rradia-
tions. This requires additional processing steps, often with
losses 1n potential product and additional waste generation.
However, 11 the dissolved remaining starting material 1s not
reformed for additional production, that remaining matenal
must be disposed of, representing both a loss of potentially
usable (and valuable) material and an additional disposal
cost. For 1sotopically rare or enriched materials, this can be
a large expense.

The same 1ssue can also arise in the context of nuclear fuel
reprocessing. In this context, nuclear fuel, rather than pre-
cursor starting material, can be processed after 1irradiation 1n
a power generating nuclear reactor, nuclear fission test
reactor, research reactor, or teaching reactor, to remove
byproducts of the nuclear fission reaction and to reprocess
the unreacted nuclear fuel for recycling and/or reuse. Similar
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to radioisotope production, current recycling of used nuclear
fuel from extraction, 10n exchange, or electrochemical meth-
ods first requires dissolution of the fuel into a solution. After
the fuel has been dissolved, the remaining steps are done to
remove the unwanted byproducts and to reprocess the unre-
acted nuclear fuel back into a suitable form for reuse as fuel.

This disclosure describes systems and methods for creat-
ing (through 1rradiation) and removing one or more desired
radioisotopes from a starting material and further describes
systems and methods that allow the same starting material to
undergo multiple wrradiations and separation operations
without extensive, if any, damage to its original form. In one
aspect, targetry coupled separation refers to the selection of
a starting material (including selection of the material’s
physical structure) and separation chemistry in order to
optimize the recovery of the predetermined 1rradiation prod-
uct. The disclosure further describes how with targetry
coupled separations, by removing the newly-created product
in a way that allows the same starting material to undergo
one or more subsequent 1rradiations (that 1s, without having
to dissolve or otherwise destroy the maternial between irra-
diations), significant cost savings can be achieved using
repeated irradiation and separation operations on the same
starting material. The systems and methods described
achieve this with a minimum waste of the starting material
during the irradiation and product isotope removal and
separation operations. In contrast with the prior art that
requires complete or substantial dissolution or destruction of
the starting material before recovery of any 1rradiation
products, the repeated reuse of the starting material allowed
by targetry coupled separation represents a significant
increase 1n eifliciency and decrease 1n cost over the prior art.

One aspect of this disclosure 1s a system for generating,
radioisotopes that includes: one or more containers, includ-
ing a first container, the first container containing source
material that includes at least one target material; a radiation
generator; a radiation bombardment chamber that receives
radiation from the radiation generator 1n which the radiation
bombardment chamber 1s adapted to hold and expose the
one or more containers to the received radiation, thereby
creating at least some first radioisotopes that are a direct
product of the exposure of the target material to the radia-
tion; a msertion component adapted to transfer an extraction




US 10,141,079 B2

7

material into the first container, thereby contacting the
source material within the first container with the extraction
material 1n which the extraction material 1s selected to
dissolve, without dissolving the target material, one or more
of a first radioisotope, a second radioisotope that 1s a
daughter product of a first radioisotope, or both a first
radioisotope and a second radioisotope; and an extraction
component adapted to remove extraction material with the
dissolved radioisotope from the first container without
removing the target material from the first container.

In the system the target material may be a fissionable
material and the radiation generator 1s a neutron generator.
The source material may be a porous form with a pore wall
width based on a recoil distance of a direct radioisotope
product of the fissionable target material. The system may
also include a recovery component adapted to receive the
extraction material with the dissolved radioisotope from the
first container and recover some of the at least one species
of radioisotope from the extraction material. The system
may also include a conveyance system adapted to physically
move a container from the radiation bombardment chamber
to a second location for interaction with one or both of the
insertion component or the extraction component. The con-
veyance system may be further adapted to repeatedly move
a container from the radiation bombardment chamber to the
second location and from the second location to the radiation
bombardment chamber. The conveyance system may also be

adapted to physically move a plurality of containers from the
radiation bombardment chamber to the second location. The
fissionable target material may include grains containing
uranium oxide or uranium metal having an average particle
size of less than an average recoil distance of ""Mo as a
fission product of uranium.

In the system, the extraction material may be selected
from a supercritical fluid and an aqueous fluid that prefer-
entially dissolves the one or more of a first radioisotope, a
second radioisotope that 1s a daughter product of a first
radioisotope, or both a first radioisotope and a second
radioisotope. The extraction material may be supercritical
carbon dioxide containing a ligand that dissolves the one or
more of a first radioisotope, a second radioisotope that 1s a
daughter product of a first radioisotope, or both a first
radioisotope and a second radioisotope.

The system may automatically perform a radioisotope
generation cycle in which the system exposes the first
container to radiation, transfers the extraction material into
the first container, and removes extraction material with the
dissolved radioisotope from the first container. The system
may also automatically repeat the radioisotope generation
cycle on the first container. The system may process a
plurality of containers, including the first container, such that
cach of the plurality of containers 1s exposed to radiation.

The target material may include one or more of uranium
oxide or uranium metal 1n the form of powder, salt, cloth,
foam or a colloidal suspension in liquid. The source material
may include radium or radium electroplated on beryllium.
The at least one species of radioisotope generated by the
system include one or more of **’Ac, “*°Bi, °'Cs, °°Cs,
llC, 51er STCO:‘ GDCOj 64Cuj 6’7Cuj 165Dy! 169Erj lBFj GTGaj
58Ga, 53Ge, !9 An, 19°Ho, 111]n, 123], 124], 125 131] 192]
59Fe,, SImKr! 21:2ij lT?Lu, QQMO, 13N3 1505 103de 32P,, 238Puj
42K 227R5 223Rg 186Re 188Re BIRp 82Rp 0lRy. 103Ry,
1>38m, "°Se, “*Na, ®*Sr, *”Sr, ”""Tc, and *°* T1. The radiation
generator used by the system may be selected from one or
more of Pu—DBe sources, >*Cf sources, sealed tube radia-

tion generators, dense plasma focus devices, pinch devices,
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inertial electrostatic confinement devices, sub-critical source
driven assemblies, fission reactors, and accelerator spalla-
tion devices.

Another aspect of this disclosure 1s a method for gener-
ating “”Mo. The method includes: providing a source con-
taining a first mass of uramium 1n which the source 1s 1 a
form 1n which a majority of uranium atoms are within a
selected distance from an available surface of the source;
exposing the source to neutrons, thereby reducing the first
mass ol uranium in the source to a second mass of uranium
less than the first mass and creating at least some atoms of
the ””Mo radioisotope and thereby also causing at least some
of the newly created atoms of the ””Mo radioisotope to move
toward an available surface of the source; and aiter exposing
the source to neutrons, removing at least some of the atoms
of the ""Mo radioisotope from the source without substan-
tially removing uranium from the second mass of uranium in
the source.

In the method, the removing operation may remove less
than 0.1% of the uramium or even less than 0.01% of the
uranium from the second mass of uranium in the source. The
providing operation may include providing a source made at
least partially from particles containing uranium oxide or
uranium metal 1 which the particles have a particle size
based on a recoil distance of ””Mo in the source. The method
may include enclosing the source in a neutronically-trans-
lucent container. The method may further include exposing
the container enclosing the source to neutrons and removing
at least some of the atoms of the ””Mo radioisotope from the
container. The method may include selecting an extraction
material that dissolves atoms of the “"Mo radioisotope
without changing the phase of the uranium 1n the source or
selecting an extraction material in which atoms of the Mo
radioisotope are more soluble than atoms of uramium.

The method may include determining the form of the
source based on the selected extraction material. The method
may also iclude selecting a combination of a source and an
extraction material, wherein the combination allows ““Mo
radioisotope to be removed from the source after exposure
to neutrons without substantially affecting the source. The
removing operation of the method may include passing an
extraction material selected to dissolve the "Mo radioiso-
tope through the container, thereby contacting the available
surtace of the source with the extraction material.

In the method, the extraction material may be selected
from a supercritical fluid and an aqueous fluid. If the
extraction material 1s supercritical carbon dioxide, it may
contain a ligand that dissolves the Mo radioisotope. The
ligand may be selected from 8-hydroxyquinoline, a-benzo-
moxime, disodium 4,5-dihydroxy-1,3-benzenedisulionate,
phosphate compounds, and diketone compounds. In an
alternative embodiment, the ligand may have one or more
functional groups selected from hydroxyl, carbonyl, dike-
tones, aldehyde, haloformyl, carbonate ester, carboxylate,
ester, ether, peroxy, amine, carboxamide, imide, imine,
nitrate, cyanate, thiol, sulfide, sulfinyl, sulfonyl, thiocyanate,
1sothiocyanate, phosphate, and phosphono groups.

The method may include repeatedly performing the
exposing operation and the removing operations on the
container without removing the uranium from the container.
The method may include removing the Mo radioisotope
from the extraction material and, afterwards, repeating the
exposing operation on the same source. The method may
further include removing, in addition to the "“Mo radioiso-
tope, an amount of one or more other fission products
created during the exposing operation.
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Yet another aspect of this disclosure 1s a method for
selectively manufacturing a radioisotope. The method
includes: selecting the radioisotope; identifying a target
material from which the selected radioisotope can be created
as a fission product; determining a recoil distance of the
selected radioisotope in the target material; creating a plu-
rality of grains of target material having a grain size based
on the recoil distance of the selected radioisotope; exposing
the grains of target material to neutrons, thereby causing at
least some atoms of the target material to undergo nuclear
fission to create atoms of the selected radioisotope and also
causing at least some of the newly created atoms of the
selected radioisotope to move the recoil distance relative to
the target material; and extracting atoms of the selected
radioisotope from the target matenal.

In the method, the exposing and extracting operations
may be performed without changing the phase of the target
material. The method may further include repeating the
exposing operation and extracting operation on the plurality
of grains of target material. The plurality of grains of target
material may be contained within a neutromically-translu-
cent contamner and the method may further include repeat-
edly performing the exposing operation and extracting
operation on the same plurality of grains of target material
without removing the plurality of grains of target material
from the container. The grains may be particles of uranium
oxide or uranium metal having a grain size of less than 20
microns. In an embodiment, the grains are particles of
uranium oxide or uramum metal having a grain size from
about 0.001 to 10 micrometers. In the method, at least some
of the plurality of grains may have a characteristic length
along at least one dimension smaller than or equal to the
recoil distance.

The extraction operation of the method may include
exposing at least some of the grains of target material to a
solvent that preferentially extracts the selected radioisotope
from the target material. The method may further include
processing the grains of target material into a solid, porous
source prior to the exposing operation. The processing may
include processing the grains of target material into an
open-cell foam, an open lattice, an open framework, a
ceramic, a cloth, a thin film, a monolayer, a sponge, a
nanocage, or a nanocrystal. The processing may include
processing the grains of target material into a solid, porous
source having a surface area greater than 10 m®/g as mea-
sured by Brunauer, Emmett and Teller (BET) analysis. The
processing may include one or more of sintering, milling,
sieving, 3D printing, crystallizing, precipitating, or heating
the grains of target material.

Another aspect of this disclosure 1s a method for selec-
tively manufacturing a radioisotope. The method 1ncludes:
receiving a source having solid fissionable material 1n a
neutronically-translucent container 1n which the source has
a porous form with pore walls having a width substantially
similar to a recoil distance of a radioisotope product of the
solid fissionable material; exposing the source to neutrons,
thereby converting at least some atoms of the solid fission-
able material via nuclear fission into atoms of the radioiso-
tope so that the source contains radioisotope and uncon-
verted solid fissionable matenal; selecting an extraction
material that preferentially dissolves the radioisotope rela-
tive to the {fissionable material; injecting the extraction
material into the container, thereby contacting the source
material with the extraction material; removing extraction
material from the container after a residence time, thereby
removing at least some dissolved radioisotope from the
container while leaving substantially all of the unconverted
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solid fissionable material 1n the container; and, after remov-
ing the extraction material, re-exposing the source material
to neutrons, thereby converting at least some atoms of the
unconverted solid fissionable material via nuclear fission
into atoms of the radioisotope.

The method may further include repeating the injecting
and removing operations on the target after re-exposing the
target to neutrons. The method may also include separating
dissolved radioisotope from the extraction material; and
incorporating the dissolved radioisotope into a daughter
1sotope generator. The method may further include periodi-
cally milking the daughter 1sotope generator for the daughter
1sotope. The method may include waiting until at least a first
predetermined period of time has elapsed after removing the
extraction material from the container in which the prede-
termined period of time being based on a half-life of the
radioisotope; and separating the radioisotope from the
extraction matenal.

Another aspect of this disclosure 1s a method for manu-
facturing a radioisotope-generating target. The method
includes: providing a dissolved salt of a fissionable material
in a solution 1 which the fissionable material capable of
generating a first designated radioisotope when exposed to
neutrons and the first designated radioisotope having a recoil
distance associated with the fissionable material, precipitat-
ing an oxide of the fissionable material from the solution;
and selectively forming the precipitated oxide into grains,
1.e., individual particles, having a grain size based on the
recoil distance of the first designated radioisotope. The
method may further include mixing a precipitant into the
solution and/or selecting the fissionable material based on
the first designated radioisotope. The method may include
determining the recoil distance of the first designated radio-
1sotope based on the selected fissionable material and/or
forming grains having a grain size equal to or less than 10
micrometers. The method may include forming grains hav-
ing a grain size equal to or less than 1 micrometer. The
method may include forming grains having a grain size
equal to or less than 100 nanometers and the method may
include forming grains having a grain size equal to or less
than 10 nanometers.

In the method, the forming operation may include one or
more of milling, drying, filtering, washing, calcining, or
sintering the precipitated oxide. The method may include
packaging the grains of the precipitated oxide in a container.
The container may have a first valve adapted to allow the
injection ol a solvent into the container and a second valve
adapted to allow the extraction of a solvent from the
container. The container may be neutronically-translucent.
Packaging the grains may further include placing the grains
in a cavity defined by the container; and sealing the con-
tainer, thereby trapping the grains in the cavity. The method
may include synthesizing a ceramic from the precipitated
oxide grains. In the method, the providing operation may
turther include providing the dissolved salt of the fissionable
material 1n a solution selected from one or more of an acidic
solution, a basic solution, an aqueous solution, and an
alcohol solution.

In yet another aspect of this disclosure, a radioisotope-
generating target 1s described. The target includes a target
material capable of generating the radioisotope upon pro-
longed exposure to neutrons and the radioisotope associated
with a recoil distance; and the target material having a
characteristic distance selected based on the recoil distance
of the radioisotope. In the target, the radioisotope may be a
direct fiss1on product of nuclear fission of the target materal.
A neutronically-translucent container may be used to contain
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the plurality of grains. The container may have an input
valve and an output valve allowing the 1njection and extrac-
tion of a fluid. The target’s container may include a body
portion and at least one removable lid portion that, when
engaged, encloses the target material within the container.
The container may be made of one or more of aluminum,
aluminum alloy, zirconium, zirconium alloy, molybdenum,
molybdenum alloy, and stainless steel.

The target material may include a plurality of grains of
target material loosely packed in the container and the
characteristic distance 1s a grain size selected based on the
recoil distance of the radioisotope. The target material may
include a plurality of grains of target material formed 1nto a
ceramic. The target material may include a plurality of
grains ol target material formed into or attached to a
metal-organic framework. The target matenial may include
one or more of uranium oxide or urantum metal. The target
material may include a plurality of grains of target matenal
formed 1nto a loose powder, a cloth, a foam or a colloidal
suspension in liquid. The target material may include radium
or radium electroplated on beryllium. The target material
may include grains of an actinide monolayer and the actinide
monolayer may be a monolayer of uranium. The target
material may include grains of a high surface area, uranium
metal which may be created using the Kroll process.

Yet another aspect of this disclosure 1s a supercritical
carbon dioxide separation method. The method extracts a
first radioisotope from irradiated fissionable material con-
taining a plurality of radioisotopes including the first radio-
1sotope. The method includes: selecting a ligand that 1s
soluble 1n supercritical carbon dioxide (sCO,), forms a
chelate with the first radioisotope, and does not form a
chelate with the fissionable material; dissolving the identi-
fied ligand 1mto sCO, to form an sCO,-ligand solution;
contacting the 1rradlated material with the sCO, hgand
solution for a contact time, thereby creating an sCO,-
radioisotope complex solution; separating the sCO,-radio-
1sotope complex solution from the irradiated material; and
alfter separating the sCO,-radioisotope complex solution
from the 1rradiated material, removing the radioisotope from
the sCO,-radioisotope complex solution. In the method,
removing the radioisotope from the sCO,-radioisotope com-
plex solution may include removing the radioisotope com-
plex from the sCO,-radioisotope complex solution. The
removing operation may generate the sCO,-ligand solution
suitable for reuse without decompressing and repressurizing
the sCO, ligand solution. This may be achieved by contact-
ing the sCO,-radioisotope complex solution with an acidic
solution, thereby generating an acid-radioisotope solution
and a regenerated sCO,-ligand solution.

In the method, the 1rradiated material may be enclosed in
a container and the exposing operation may further include
passing the sCO,-ligand solution through the container
without removing substantially any of the fissionable mate-
rial from the container. In this case, the container may be
operated as a packed bed reactor. In the method, the irradi-
ated material may be 1n the form of loose grains and the
exposing operation further includes passing the sCO,-ligand
solution through the container at a flow rate suflicient to
fluidize the plurality of grains within the container. In the
method, the 1rradiated material may also be a liquid.

In the method, the radioisotope may be “"Mo, the fission-
able material may be *°>U and the ligand may have one or
more functional groups selected from hydroxyl, carbonyl,
diketones, aldehyde, haloformyl, carbonate ester, carboxy-
late, ester, ether, peroxy, amine, carboxamide, imide, imine,
nitrate, cyanate, thiol, sulfide, sulfinyl, sulfonyl, thiocyanate,
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isothiocyanate, phosphate, and phosphono groups. The
ligand may be selected from a fluorinated {3-diketone and a
trialkyl phosphate, or a fluorinated p-diketone and a trialky-
Iphosphine oxide. The ligand may be selected from dithio-
carbamates, thiocarbazones, p-diketones and crown ethers.
The ligand may have one or more functional groups selected
from hydroxyl, carbonyl, diketones, aldehyde, haloformyl,
carbonate ester, carboxylate, ester, ether, peroxy, amine,
carboxamide, 1mide, 1imine, nitrate, cyanate, thiol, sulfide,
sulfinyl, sulfonyl, thiocyanate, isothiocyanate, phosphate,
and phosphono groups. Radioisotopes that may be created
by this method include one or more of **’Ac, *'°Bi, *'Cs,
lBSCS,, lle 51(31,:J STCO, 6DC03 64C1.13 67(:11:J 1'65]:)3;:J 169131,:J lSFj
67(}35 GBGEI,J '68(}6:J lQBAU.j 166H05 llllﬂj 123L 124L 125L 13113
19211'3 SQFB, 81;«"?’.?1(1,:J 212ij lTTLu, QQMO; lBN; 1503 103de 32P3
238?113 42K, ZZTRaj 223Ra,, 186Rej lBSRej Slej SZij mlRu,,
193Ru, 1°?Sm, "°Se, **Na, °*Sr, *’Sr, 7"Tc, and *°'T1.

Another aspect of this disclosure 1s a method of obtaining
a radioisotope from a bulk material, 1n which the bulk
material includes at least the radioisotope and a fissionable
material. The method includes: selecting an extraction mate-
rial that removes the radioisotope from the bulk material
without substantially dissolving the fissionable matenal;
contacting the bulk material with the extraction material for
a residence time, thereby creating an extraction material and
radioisotope mixture; after the residence time, removing the
extraction material and radioisotope mixture; and separating
the radioisotope from the extraction maternal. In the method,
the contacting operation may further include one or more of:
agitating one or both of the bulk matenal and the extraction
material during at least a portion of the residence time;
changing a temperature of one or both of the bulk material
and the extraction material during at least a portion of the
residence time; and changing a pressure of one or both of the
bulk material and the extraction material during at least a
portion of the residence time.

In embodiments of the method 1n which the bulk material
1s solid, contacting the bulk material may include contacting
the bulk material with a liquid extraction material for a
residence time, thereby creating an extraction material and
radioisotope liquid mixture. In embodiments of the method
in which the bulk material 1s a liquid, contacting the bulk
material may include contacting the bulk material with a
liguid extraction material for a residence time, thereby
creating an extraction material and radioisotope liquid mix-
ture immiscible 1n the bulk material. In an embodiment, the
bulk material may be in the form of solid grains stored in a
container and the contacting operation may include inserting
an amount of the extraction material into the container, and
retaining the extraction material 1 the container for the
residence time.

In the method, the extraction material may include an
extractant and a solvent. The extractant may be a ligand
soluble 1n the solvent under temperature and pressure con-
ditions of the contacting operation. The solvent may be
sCO2. The ligand may form a carbon dioxide soluble chelate
with the radioisotope. The ligand may be selected from a
fluorinated p-diketone and a trialkyl phosphate, or a fluori-
nated (3-diketone and a trialkylphosphine oxide or selected
from dithiocarbamates, thiocarbazones, [3-diketones and
crown ¢thers. The ligand may have one or more functional
groups selected from hydroxyl, carbonyl, diketones, alde-
hyde, haloformyl, carbonate ester, carboxylate, ester, ether,
peroxy, amine, carboxamide, imide, imine, nitrate, cyanate,
thiol, sulfide, sulfinyl, sulfonyl, thiocyanate, 1sothiocyanate,
phosphate, and phosphono groups.
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These and various other features as well as advantages
which characterize the systems and methods described
herein will be apparent from a reading of the following
detailed description and a review of the associated drawings.
Additional features are set forth in the description which
tollows, and 1n part will be apparent from the description, or
may be learned by practice of the technology. The benefits
and features of the technology will be realized and attained
by the structure particularly pointed out in the written
description and claims hereof as well as the appended
drawings.

It 15 to be understood that both the foregoing general
description and the following detailed description are

explanatory and are intended to provide further explanation
of the invention as claimed.

BRIEF DESCRIPTION OF THE DRAWINGS

The following drawing figures, which form a part of this
application, are illustrative of described technology and are
not meant to limit the scope of the invention as claimed in
any manner, which scope shall be based on the claims
appended hereto.

FIG. 1 1llustrates an embodiment of a targetry coupled
separation method that repeatedly generates radiation prod-
ucts, such as radioisotopes, from the same target.

FIG. 2 illustrates an embodiment of a targetry coupled
separation system for the continuous or semi-continuous
production of the “”Mo radioisotope.

FIG. 3 illustrates an embodiment of a method for selec-
tively generating a desired radioisotope using targetry
coupled separation.

FIG. 4 1llustrates an embodiment of a container suitable
for holding target material 1n a targetry coupled separation.

FIG. § illustrates an embodiment of a method of manu-
facturing a radioisotope-generating target in greater detail.

FIGS. 6 A through 6C illustrate a more detailed means for
characterizing grain size of a granular target material.

FIG. 7 illustrates an embodiment of general separation
method suitable for use with targetry coupled separation.

FIG. 8 illustrates an embodiment of a method for the
reformation of nuclear tuel using supercritical carbon diox-
ide (sCO,).

FIG. 9 illustrates the chemical structure of the ligand,
hexafluoroacetylacetonate (“hfac™), suitable for use 1n tar-
getry coupled separation with some specific radionuclides.

FI1G. 10 1llustrates an embodiment of a method of extract-
ing a first radioisotope product from 1rradiated fissionable
source material.

FIG. 11 illustrates the material conversion cycle showing
the changes 1n a source over two passes of targetry coupled
separation.

FI1G. 12 illustrates an alternative embodiment of a method
for selectively generating a desired radioisotope using tar-
getry coupled separation.

DETAILED DESCRIPTION

FIG. 1 1illustrates, at a high level, an embodiment of a
targetry coupled separation method that repeatedly generates
irradiation products, such as radioisotopes, from some
amount of target material. In the method 10 as 1llustrated,
some amount of target material 1s irradiated 1n an 1rradiation
operation 12 which creates a desired irradiation product. The
irradiation operation 12 1s followed by a separation opera-
tion 14 1n which the desired product 1s removed from the
target material without substantially reducing the amount of
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post-irradiation target material. (As discussed 1n greater
detail below, the word ‘substantially’ shall be used at times
when referring to the amount of target material that remains
in the 1rradiated object after a separation operation 14 to
remind the reader that no separation technique 1s perfect and
a small or de minimis amount of the target material may, 1n
fact, be removed during the separation operation 14.) The
desired product, after removal from the target material, may
then be subjected to subsequent processing and use. For
example, 1n an embodiment the target material 1s incorpo-
rated 1nto a porous, solid object and the product 1s removed
using a liquid solvent that dissolves the product but does not
substantially, 1t at all, dissolve or remove the remaining
post-irradiation target material from the object. The 1rradia-
tion and separation operations 12, 14 are then repeated on
the remaining target material. The method 10 may be
repeated any number of times and, 1n an 1deal system, could
be repeated until all of the target material 1s completely
consumed. Realistically, however, it 1s presumed that after
some number of repetitions i1t will become more economical
to dispose of the remaining target material rather than reuse
it for another cycle. While many more detailled embodi-
ments, some of which are discussed below, are possible,
FIG. 1 1s presented as a simplified embodiment 1n order to
provide a convenient reference point for further discussion
and to mtroduce the concepts and terminology that will be
discussed 1n greater detail below.

As discussed above, in targetry coupled separations a
target material 1s subjected to one or more 1rradiation
operations. The “target material,” as that term will be used
herein, refers to a material that, upon exposure to the
particular radiation used 1n an irradiation operation, results
in the creation of one or more irradiation products. Depend-
ing on the embodiment, the radiation used may include one
or more ol alpha particles, beta particles, gamma rays,
X-rays, neutrons, electrons, protons, and other particles
capable of producing nuclear reaction products. In any
particular irradiation operation, some amount of the target
material will be converted into the irradiation product(s),
resulting 1n a mass decrease of target material and a newly
created mass of the 1rradiation product(s).

In some embodiments, targetry coupled separations may
be tailored to enhance the recovery of one or more prede-
termined, desired products from the 1rradiated target mate-
rial. A desired product refers to either a direct or an indirect
irradiation product that the operator wants to remove from
the target material after irradiation 1n the separation opera-
tion 14. Depending on the combination of radiation and
target material used in an embodiment, undesired reaction
products may also be created by the 1rradiation, which may
not be removed from the target material in the separation
operation 14. For example, 1f the radiation 1s 1n the form of
neutrons and the target material includes uranium-235
(*°°U), one of the fission products will be the molybdenum
isotope, ~~Mo. After irradiation, atoms of Mo will be
dispersed within the target material and each "”"Mo atom will
be from one uranium atom that existed prior to 1rradiation.
However, due to the nature of neutron irradiation, many
other fission products will also exist 1n the target after
irradiation, each also representing atoms produced from
fissioned uranium atoms. In an embodiment, the "“Mo is a
desired product and subsequently removed 1n the separation
operation 14 while the other fission products are not
removed and remain with the target maternial during subse-
quent irradiations.

Target material may be incorporated into a larger mass of
source material. The source material may be formed into a
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single object or discrete mass, occasionally referred to
herein simply as the “source”, that can be exposed to
radiation 1n an irradiation operation to convert at least some
of the target maternial (either directly or indirectly, as dis-
cussed 1n greater detail below) into the desired product (or
its parent, as will be discussed below). In addition to the
target material, source material also may optionally include
material that does not react to irradiation to produce the
desired product. Such material may be completely unreac-
tive to the radiation or may form something other than the
desired product. Where appropniate, the term ‘ancillary
material” may be used to refer to any component of the
source material that does not form the desired product when
irradiated. Ancillary materials could include, for example,
trace contaminants, materials present in the source matenal
to provide a physical structure for the target, or unharvested
products of previous irradiations of the target.

FIG. 11 1illustrates the material conversion cycle showing
the changes 1n a source over two passes of targetry coupled
separation. The material conversion cycle 1100 starts with
some amount of source material 1102 that, in the embodi-
ment shown, includes some amount of target 1120 and
another amount of ancillary material 1122. Although the
target and ancillary material of the source material are
shown as separate boxes, 1t 1s to be appreciated that the FIG.
11 1s for illustrative purposes of the cycle of target and
product, and 1t should be appreciated that the elements of
FIG. 11 are not representative of actual amount or ratio of
target and ancillary material, intermixing of target and
ancillary material, and/or structure of the source. An irra-
diation operation (such as 1rradiation operation 12 of FIG. 1)
changes the source material 1102 into an 1rradiated source
material 1104 1n which some amount of target material 1120
has been changed into irradiation products 1124. While
exaggerated for illustration purposes, in FIG. 11 approxi-
mately half of the target material 1120 has been changed 1nto
some amount of 1rradiation product 1124. Because products
1124 are considered an ancillary material, FIG. 11 also
illustrates a relative increase 1n the mass of ancillary mate-
rial in the source 1104 and a commensurate decease 1n the
amount of target material 1120.

The reader will be reminded that, especially 1n fission
reactions, the immediate result of irradiation will be a
spectrum of direct irradiation products, some which over
time may subsequently decay into indirect products which
may, themselves, further decay into other indirect products.
Thus, the exact makeup of irradiation products 1124 may
change over time as various direct and indirect products
decay. However, for the purposes of this discussion, FI1G. 11
does not distinguish between direct irradiation products and
indirect irradiation products or attempt to track how the
makeup of irradiation products changes over time.

The cycle 1100 further shows the eflects of a first sepa-
ration operation (such as separation operation 14 of FIG. 1)
on the irradiated source material 1104. The separation results
in a certain amount of desired product 1126 being removed
from the 1irradiated source material 1104. Again, exaggerated
for 1llustration purposes, FIG. 11 shows the post-separation
source 1106 having had some of the product removed, so
that the post-separation source material 1106 has relatively
less ancillary material, but the amount of target remains the
same as 1n the irradiated source material 1104. This graphi-
cally illustrates that the separation operation has no effect or
substantially no effect on the mass of target material 1120 1n
the source.

FIG. 11 also 1illustrates that some 1rradiation products
1124 may remain as ancillary material 1122 1n the source
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1106 after the separation. This may be the case either
because the separation 1s not 100% ethicient, because not all
of the rradiation products 1124 are desired products and the
separation operation intentionally does not remove those
products, or both.

FIG. 11 further illustrates a second set of wrradiation and
separation operations on the source material. FIG. 11 shows
a second-irradiated source 1108 that again illustrates that
some amount of target material 1122 of the precursor source
material 1106 1s converted into product 1124 by the second
irradiation operation. The second separation operation then
reduces the overall mass of the second-irradiated source
material 1108 by removing some of the desired product
1126, but without changing the mass of the target material
1122 1n the source material 1108. The resulting post-second
separation source material 1110 1s then ready for subsequent
irradiation and separation operations as illustrated by the
arrow at the bottom of the illustration.

As mentioned above, FIG. 11 1s exaggerated for 1llustra-
tion purposes. However, 1t clearly shows certain aspects of
targetry coupled separation. Specifically, it illustrates that
target material 1122 1s converted into product 1124 by the
irradiation operation and some amount of product 1126 1s
removed, without removing substantially any target material
1122 from the source, in the separation operation. Thus, by
subjecting the same source to repeated 1rradiation and sepa-
ration operations, the target material 1122 1n the source can
be consumed until such time as it 1s completely converted
into product 1124 or 1t 1s no longer economical to repeat the
process.

FIG. 11 further 1llustrates that not all of the product 1124
may be removed by the separation operation. This may
occur for different reasons. While 1t 1s preferable to remove
as much of the desired product 1126 as possible with each
separation, not all of the 1rradiation products 1124 may be
desired products 1126 and/or removal of all of the desired
product 1126 may not be technologically practical or pos-
sible. Thus, products 1124 from prior rradiation operations
(such as undesired products) may remain in the source
material by design (e.g., by appropniate selection of the
extraction material to avoid or reduce removal of the unde-
sired product). It 1s also possible that the separation opera-
tion 1s not 100% eflicient at removing all the product, thus
leaving some desired product 1n the source materal.

As discussed above, target material can include any one or
more 1sotopes or elements that, directly or indirectly, can
form the desired product upon irradiation. The term ‘directly
or indirectly” 1s used here to point out to the reader that,
while some desired 1sotopes may be the direct 1rradiation
product of a target material, other desired products may be
created by the natural decay of a direct 1rradiation product.
For example, “”Mo is one of many direct fission products of
23>, That is, in the thermal neutron fission of a mass of
=31, some of the atoms (6.1% to be precise) of °°U will be
converted directly mto atoms with a mass of 99, including
“’Mo. Other atoms of **°U will be converted into other
products such as '°°I and >’Gd. However, many direct
fission products are unstable and will, after some period of
time based on their half-lives, naturally decay into indirect
products. Using ~"Mo again as the example, Mo has a
half-life of 65.94 hours, primarily decaying into *”""Tc. The
isotope ~~"'Tc, with a 6.01 hour half-life, decays into " Tc.
Thus, Mo is a direct product of the fission of **>U while
*”Tc is an indirect product. It should be noted that " Tc is
also a direct product of fission, but with different indepen-
dent fission yield than °”Mo. It should be noted that a desired
product may be both a direct product from 1rradiation of a
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target and an indirect product that 1s created by decay of a
different direct product of the same 1rradiation of the target.
Target maternial can include the elemental form of a material,
metals, alloys, intermetallic compounds, hydrides, oxides,
hydroxide, halides, chalcogenide, nitrides, phosphides, car-
bides, silicides, carbonates, nitrates, sulfates, thiosulfate,
sulfites, perchlorates, borides, arsenates, arsenites, phos-
phates, nitrite, 10date, chlorate, bromate, chlorite, chromate,
cyanides, thiocyanates, amides, peroxides, organic com-
plexes, mixed species, ternary compounds, quaternary com-
pounds or greater, or a combination of any of these com-
pounds.

The source material can be 1n a variety of structures,
forms or morphologies that permit the separation of the
desired product from the target without significant alteration
of the physical form of the source material (other than the
removal of some or all of the desired products), thus
allowing previously 1rradiated source material to undergo a
subsequent 1rradiation without substantial reprocessing.
Morphologies, forms, and shapes can include sheets, mono-
liths, sol-gels, ceramics, polymers, metallic phases, par-
ticles, spheres, layers, aggregates, crystalline phases, metal-
organic frameworks, fibers, precipitates, tubes, micelles,
sponges, cages, powders, granules, suspensions, slurries,
emulsions, porous particles, and colloids.

Furthermore, as will be described in greater detail below
with reference to FIGS. 4 and 5, a source material’s physical
form or morphology may be selected or altered 1n order to
improve the performance or eiliciency of the separation
operation 14, ¢.g., by tailoring the form of the target material
in the source to suit the selected extraction material or
process. For example, a particularly high surface area form
of source material may be used to improve the contact
between a solid target material and a liquid or gaseous
extraction material, such as a supercritical carbon dioxide
and ligand mixture. Alternatively, a form of source material
may be selected to take advantage of the effect of 1rradiation.
For instance, some uranium fuels (e.g., ceramic and metal
tuels) can become porous after irradiation 1n a reactor, which
can prepare the target for separation of the product from the
target and subsequent re-irradiation without the need to
dissolve or destroy most or all, if any, of the remaining
source material as part of the separation.

Although, in an embodiment, the source may be a solid
piece or structure including the target material, 1n many
embodiments discussed herein the source material may be
contained 1n a container that, at least partially, encases the
source material. For example, 1n an embodiment the source
material may be 1n a particulate or pelletized form and a
container may be provided to hold the source material
during some or all of the operations of FIG. 1. Depending on
the physical form of the source matenal (e.g., aggregate,
powder, liquid, etc.), a container may be used to provide a
physical constraint and may also be used to provide contact
points for ease of handling. In addition, the container may be
adapted to simplily the separation operation 14. Suitable
container embodiments are discussed 1n greater detail with
reference to FIG. 4. The form of the porous source material
can be manufactured or selected, such as through 3D print-
ing, foam, molds, particulate, sintering particulate, etc. as
will be discussed turther below.

Returming to FIG. 1, 1n an embodiment of the 1rradiation
operation 12, one or more sources are exposed to radiation
that causes at least some of the target material to be
converted imto desired product. Radiation generators can
include reactors, particle accelerators, electron accelerators,
plasma focus devices, pinch devices, and/or sealed tube
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neutron generators. The accelerators can supply reaction
particles directly or can be used to produce particles from
reactions. In an embodiment, the irradiation operation 12
may 1nclude placing one or more sources containing target
material 1n a controlled environment where the source(s)
may be safely exposed to the radiation. For example, 1n an
embodiment 1n which the radiation includes neutrons, expo-
sure 1s achieved by placing the source maternial 1n, or passing,
a source through, a neutron bombardment chamber that
receives neutrons from a neutron generator.

In the separation operation 14, the exposed source mate-
rial 1s treated to remove the desired product without sub-
stantially dissolving or removing the remaining target mate-
rial 1n the source. In an embodiment, this may include
contacting an available surface of the source material with
an extraction material, such as a fluid, that preferentially
dissolves the desired product but for which the target mate-
rial and ancillary material, 1f any, 1s either insoluble or has
a substantially reduced solubility relative to the desired
product. In an alternative embodiment, some other separa-
tion technique may be used that preferentially removes the
desired product from the source material. The target material
in a source 1s left 1n a form suitable for subsequent 1rradia-
tion to generate additional desired product.

The reader will appreciate that no separation system 1s
perfect and that some trace amount of target material may be
umntentionally entrained, dissolved and/or otherwise
removed with the extraction material during the separation
operation 14. As mentioned above, the word ‘substantially’
shall be used at times when referring to the amount of target
that remains 1n the source material after a separation opera-
tion 14 to remind the reader that some small or de minimis
amount (less than 0.1% although less than 0.01% 1s antici-
pated) of the target material by mass may, in fact, be
removed from the source during the separation operation 14.

Although the techniques introduced above and discussed
in detail below may be implemented for a variety of desired
products such as radioisotopes or other fission products, this
disclosure will primarily discuss targetry coupled separation
systems and methods 1n the context of systems and methods
that repeatedly generate and remove one or more fission
products from source material containing fissionable mate-
rial as the target. More particularly, this disclosure will
primarily discuss targetry coupled separation 1n the context
of systems and methods that repeatedly generate and remove
"’Mo as the desired product from grains of a source material
that includes *>°U as the target. Upon fission of the uranium,
Mo product is one of the many isotopes produced as
fission products. The Mo product can be separated from
the uranium by the formation of a molybdenum-specific
species that can be easily removed from the uramium target
without the need to remove the target material from the
source or alter the form of the target material to facilitate
separation. An example of suitable molybdenum specie that
facilitate separation from the source includes MoOQ,*",
which can be removed by dissolution, or Mo(CQO),, which
can be removed by volatilization.

The reader will understand that the technology described
in the context of >”Mo could be adapted for use in generating
any nuclear reaction product, such as those listed in Table 1,
either directly by wrradiating an appropriate target material
with neutrons, or indirectly by wrradiating the appropnate
target material with neutrons to form a radioisotope parent
of the desired product and allowing the parent to decay.
More generally, the targetry coupled separation methods and
systems described herein may be adapted to generate any
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desired product that could be obtained through irradiation of
a target material using any type of radiation, not just neutron
irradiation.

FIG. 2 1llustrates, again at a high level, an embodiment of
a targetry coupled separation system. The system 1llustrated
1s adapted for the continuous or semi-continuous production
of products such as the Mo radioisotope from a target
containing ~>>U.

While embodiments of the system 200 may include
manual operations, the system 200 1s particularly suited for
automation and the entire process may be implemented as an
automated system that continuously or semi-continuously
generates ~ Mo product until such time as the target is
consumed or otherwise fouled with unwanted byproducts to
the extent that further generation of Mo from the targets is
uneconomical. For example, some fission products of 235U
are neutron poisons (such as *>>Xe, "*’Sm and >'Sm) and,
if these products are allowed to buildup in the source
material over successive re-rradiations, the subsequent
yield of desired product from each irradiation will be
reduced. Even then, 1n an embodiment, old source material
may be automatically stored and new source material placed
into the system until all available or a desired amount of
target material 1s consumed.

The system 200 includes: a neutron generator 202; a
neutron bombardment chamber 204; a convevance system
206 (1llustrated as a conveyor-type system 206); a separation
system 208, which in this embodiment includes two com-
ponents: an insertion component 210 and an extraction
component 212; an optional treatment system 228; a product
storage system 224; and a supply or source of extraction
material 226. A plurality of urantum-containing sources 214
1s 1llustrated undergoing various operations by the separa-
tion system 200 and traveling in the direction of the con-
veyor-type system 206 as indicated by arrows 220 and 222.

In the embodiment shown, the neutron generator 202 can
be any appropriate generator ol neutrons. Examples include
Pu—Be sources, ~>“Cf sources, sealed tube neutron genera-
tors, dense plasma focus device, pinch devices, inertial
electrostatic confinement device, fission reactors, or accel-
erator spallation devices.

The neutron bombardment chamber 204 receives neu-
trons from the neutron generator 202 and exposes any
sources 214 within the chamber 204 to neutron bombard-
ment. The chamber 204 may include multiple components
designed to allow the sources to enter and exit. The chamber
204 may be constructed to reduce the release of stray
neutrons to the outside environment of chamber 204 itself or
outside of the containment of system 200. The chamber 204
may include an 1rradiation zone within which the sources are
exposed to neutrons. The 1rradiation zone may be sized to
irradiate any desired number of sources at the same time. In
the embodiment shown, the conveyor 206 causes sources to
pass through the wrradiation zone.

Because the rate of source transport into and through the
irradiation zone determines, 1n part, the total exposure of the
source to neutrons, the transport rate may be selected to
achieve the desired amount of 1rradiation of the target based
on the neutron flux of the neutron generator 202. Transpor-
tation of sources may be continuous (wherein the sources are
continuously 1n motion), non-continuous (in which the con-
veyance system 206 starts and stops to achieve the desired
rate), or a combination of the two (e.g., continuous move-
ment through the bombardment chamber 204 but sources are
held 1n the separation system 208 until a desired amount of
separation has been obtained alter which transportation 1s
resumed). The rate may be constant, decreasing, intermittent
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or varied based on monitoring of neutron flux or any other
parameter that can be used to i1dentily the exposure of the
target material to radiation. It should be appreciated that the
exposure level of 1rradiation in the 1rradiation zone need not
be constant for a particular source, or from one source to the
next source 1ntroduced to the irradiation zone. That 1s, the
neutron generator 202 may not have a constant neutron flux
over time. In this situation, the neutron flux may be moni-
tored and the transport rate may be varied as necessary to
achieve the desired 1rradiation results.

When a new source enters the irradiation zone, there 1s
little or no product or an undesired amount of product 1n the
source material. Given time 1in the irradiation zone, the
nuclear reaction product concentration increases in the
source as some of the atoms of uranium undergo a nuclear
reaction due to the uranium atoms’ interaction with the
neutrons. The conveyor speed, stopping points and times
and/or neutron flux 1n the irradiation zone may be tuned so
that sources are exposed for a desired irradiation time or
dosage, thus generating a designed amount of fission prod-
ucts including “"Mo in each source. The source is then
removed from the wrradiation zone by further movement of
the conveyor 206 and passed to the separation system 208.

The separation system 208 refers to those components
that together pass extraction material through the source to
remove at least some of the atoms of the Mo radioisotope
product from the source without substantially reducing the
post-irradiation uranium content of the source. The separa-
tion system 208 obtains extraction material from the extrac-
tion material supply 226, contacts the irradiated source
material with the extraction material, and then removes the
extraction material (along with at least some of the ""Mo
product) for the source material. As 1llustrated graphically in
FIG. 11, the separation system 208 does not substantially, 1f
at all, reduce the mass of the target material 1n the source, but
rather exclusively or primarily removes only the desired
product or products. Generally, an extraction material may
be introduced to the wrradiated source material (including the
product material) to dissolve the Mo radioisotope product
into the extraction material and substantially retain the full,
post-irradiation mass of target material in the source mate-
rial, separate from the extraction material. The chemistry of
the extraction material used to perform the separation may
be tailored to the target maternial and the desired product,
and, depending on the embodiment, may use aqueous solu-
tions, organic phases, 1onic liquids, supercritical fluids,
fluidized beds, reactive gases, thermal treatments, or their
combinations. However, 1n this embodiment the separation
system 208 uses an extraction material that 1s placed in
contact with the irradiated target material, now containing an
amount of Mo product. In an embodiment, the extraction
material preferentially dissolves the Mo product without
dissolving the uranium target or, preferably, any of the
ancillary material including any other byproducts such as
other fission products. In an alternative embodiment, the
desired product 1s, 1n fact, multiple fission products and the
extraction matenal preferentially dissolves all of the desired
products simultaneously, without substantially aflecting the
remaining target material i the source material. In yet
another embodiment, multiple different extraction materials
are used sequentially in separate contacting operations to
remove the various products. In yet another embodiment,
multiple different extraction materials are used 1n a single
contacting operation to remove the various desired products.

The removed product(s) are then recovered from the
extraction material(s) and processed as necessary into a
usable form and the sources are returned to the conveyance
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system 206 for further irradiation. In the embodiment
shown, the product 1s output 1nto a product storage system
224. The recovery of the product(s) may be performed by the
extraction system 208 so that a final, usable form of
product(s) 1s stored by the storage system 224. In an
alternative embodiment, the product and extraction material
mixture may be stored 1n the storage system 224 for future
processing by a separate recovery system (not shown),
which may be local to or remote from the system 200.

In the embodiment 1llustrated in FIG. 2, the first stage of
the separation system 208 1s the msertion component 210. In
the embodiment shown, the targets are contained 1n con-
tainers 214 encasing some amount of target material and the
insertion component 210 refers to that equipment that trans-
ters the extraction material into the containers. The 1nsertion
component 1s adapted to transfer an extraction material into
containers, thereby contacting the source material within the
first container with the extraction material. In an embodi-
ment, the extraction material 1s selected to dissolve, without
dissolving the target material, the desired product or prod-
ucts. Transferring the extraction material into the containers
may include one or more of injecting the extraction material
under pressure nto the container, applying a vacuum to a
container open to a reservoir of extraction material, allowing
the extraction material to flow under gravity into the con-
tainer, submerging an open container mto a pool of extrac-
tion material, or any other technique whereby the extraction
material 1s transferred into the container. The insertion
component 210 may include automated or manually-oper-
ated equipment that accesses the container and delivers the
extraction material into the container, such as through one or
more valves or other access points provided on the container.
As 1s known 1n the art, there are many different ways of
inserting tluids into a container and any suitable method may
be used.

In an embodiment, the extraction material 1s maintained
in the container for an appropnate residence time. During
some or all of the residence time, the container may be
subjected to additional actions such as heating, cooling,
pressurization, depressurization, agitation, circulation of
extraction matenal, and/or secondary irradiation as desired
to 1mprove the removal of the product from the source
matenal. For example, 1n an embodiment the source material
1s a loose particulate or powder and the extraction material
1s repeatedly flowed (circulated) under pressure through the
container (e.g., flowed into a valve at one end of the
container and removed from a valve at the other end of the
container) such that the container temporarily becomes a
packed bed reactor or, i1 the flow rate through the container
1s suflicient, a fluidized bed reactor. In these embodiments,
the contacting of the extraction material with the source
material 1s performed substantially without removing target
material from 1ts container, and in some cases without
removing any source material other than the desired product
from the container.

After the approprnate residence time, the extraction com-
ponent 212 of the separation system 208 removes the
extraction material from the container and passes the extrac-
tion material including the removed product to a treatment
system 228. As with the insertion component 210, any
suitable technique for removing the extraction material and
product mixture including those described above for insert-
ing the extraction material into the container may be used.
The extraction solution can admix or carry the product.
Alternatively, the extraction solution (including the extrac-
tion method and parameters of operation) can be selected to
dissolve the product.
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The treatment system may separate the dissolved “"Mo
product from the extraction material. The treatment system
228 and/or a post-processing system (not shown) that i1s
considered a part of the separation system 208 for the
purposes of this discussion may purily the removed product
into a usable ”Mo or further decay product, which is then
stored 1n the product storage system 224. For example, 1n an
embodiment the ”Mo product may be incorporated into an
1sotope generator by the separation system 208 as a final
processing step. The extraction material may be further
regenerated for reuse, such as by removal of any unwanted
byproducts or trace source material picked up by the extrac-
tion material. However, regeneration 1s optional and the
separation system 208 may or may not regenerate the
extraction material as part of the recovery of the ""Mo
product. The extraction material may be returned to the
extraction material supply 226 for reuse by the insertion
component 210. Alternatively, the extraction material may
be processed for waste and/or removal from the system 200.
For example, 1n an embodiment that uses sCO, as part of the
extraction material, the treatment system 228 may maintain
the sCO, 1n the supercritical state during the separation and
returned recycled sCO2 to the separation system 208.

The purification of ””Mo product may include removal of
a trace amount of target elements or 1sotopes, removal of
other products from the nuclear reaction, and/or removal of
separation chemical(s) used in the separation of the product
from the source material. The methods for purification are
based on existing techniques and can include any one or
more appropriate techniques including column chromatog-
raphy, gravity separation, distillation, evaporation, centrifu-
gation, precipitation, 1on exchange, sorption, filtration, and
solvent extraction. These methods can be performed with an
automated chemistry system.

Additionally, the extraction component 212 may also
perform one or more regeneration operations to prepare the
source material for further irradiation. Such regeneration
operations can include washing the remaining source mate-
rial with a volatile, acidic or basic solution, heating, treat-
ment under vacuum, sparging with gas, flushing with a
solution, or any other appropriate process or a combination
ol any of these processes. The regeneration operations can
occur at the same location as the extraction operation and
may use the same equipment, as shown in FIG. 2. For
example, the extraction component 212 may perform the
source regeneration and, in that capacity, may also be
considered a source regeneration component. In an alterna-
tive embodiment (not shown), the source regeneration
operations can occur at a different location and/or use
separate equipment, such as an independent source regen-
eration component (not shown).

Some embodiments of targetry coupled separation may
have advantages compared to the existing methods of 1so-
tope production. The reuse of the source containing the
target 1s an attribute 1n this regard. Because targets may be
composed of enriched or rare 1sotopes, embodiments may
provide a ready route to re-rradiate the target with reduced
preparation and/or regeneration expenses. Furthermore, 1n
various embodiments separating the produced 1sotope prod-
uct from the source does not substantially reduce the amount
of target maternial in the source (after conversion of some
amount of target material into product through irradiation)
nor even require the target material be removed from the
source material or even the container. As will be appreciated,
target dissolution can result in waste formation, which can
represent a significant expense with radioactive material.
While the target material may be recovered after dissolution
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and reformed into a new source, losses of target through
imperfect reformation and/or costs of reformation may have
an 1mpact on fabrication costs and waste formation. And that
1s not to mention the extra cost associated with reformation
of the target material nto a new source.

Embodiments of targetry coupled separation can be mcor-
porated into existing reactors or accelerator centers, thereby
utilizing current infrastructure which often are included in
and/or accompany these facilities. This utilization can help
to decrease potential production start-up and/or change costs
for existing 1rradiation facilities and can help to result in a
broader distribution of 1sotope production centers.

In addition, automated or manual embodiments of the
system 200) may easily be installed into existing equipment
or installations. For example, embodiments may be incor-
porated 1nto existing 1rradiation facilities which may include
any component of or combination of equipment to perform
and/or support a reactor, accelerator center, target/product
chemical processing equipment, etc. Embodiments can be
combined with particle accelerators or reactors to produce
desired 1sotopes. Accelerators and reactors produce different
1sotopes for a range of diagnostic and therapeutic medical
applications as well as industrial usage. Through adjust-
ments of the target material, 1ts morphology, and the sepa-
ration chemistry, embodiments can be tuned to produce a
range ol product 1sotopes for medical applications in the
same facility or similar facilities to those existing. Embodi-
ments can incorporate existing chemical automation tools.
These automation tools can be applied to the separation of
the produced radionuclide product from the target, purifica-
tion of the separated radionuclide, and any preparation
and/or regeneration of the source prior to re-wrradiation.

The final radioisotope product of the system 200 can be
integrated 1nto existing generators. These generators can be
distributed to medical facilities to provide radionuclides for
medical applications. The processes used by the separation
system 208 can be selected to regulate the chemistry and
solution conditions of the produced 1sotope to meet desired
conditions for generator use.

Because radioisotope products are time-sensitive due in
part to half-life limitations of the produced species, produc-
ing product near its preparation or ultimate use location can
increase their availability for medical or other applications.
Additionally and/or alternatively, the ability to automate
separations and 1sotope production can increase production
rates and help to decrease potential worker close. The high
activity of targets and/or waste may result 1n radiation closes
to workers involved 1n their handling. Thus, embodiments of
the system 200 and method 10 can couple shorter 1irradiation
time with automation for separation and/or reformation and
reduce waste processing with target re-use, thereby helping
to decrease the potential worker close due to material
handling.

In the embodiment illustrated 1n FIG. 2, the conveyor 206
1s the conveyance system that physically moves the sources
from the neutron bombardment chamber to a different
location for interaction with one or both of the insertion
component 210 or the extraction component 212. Convey-
ance system 206 may be open to the environment of other
components of the system 200 or alternatively enclosed and
possibly shielded to reduce radiation emissions around con-
veyance system 206. For example, as 1llustrated 1n FIG. 2 a
portion of the conveyance system 206 such as a conveyor
belt may physically move through some or all of the other
components and systems. Alternatively, the conveyance
system 206 may simply transier containers 214 between the
various components and systems, each of which 1s provided
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with its own container handling mechanisms for receiving
the containers from, and returning them, to the conveyance
systems. In an alternative embodiment, other conveyance
systems than conveyors may be used such as robotics, or any
other suitable container handling or transfer system includ-
ing without limitation belts, chutes, diverter gates, bucket
clevators, pneumatic conveyances, screw conveyors, etc.

The conveyor 206 may be operated 1n a semi-continuous
fashion (e.g., periodically pausing while containers are
being acted on by a system or component) or a continuous
fashion. In an alternative embodiment, the system 200 may
produce the product through a batch 1rradiation followed by
a batch separation, for example, wrradiation of multiple
sources and/or containers as a batch. The 1rradiated contain-
ers may be processed for product extraction either senally or
in one or more batches or sets of containers. Although FIG.
2 shows a substantially continuous irradiation followed by a
batch separation of the individual containers, any combina-
tion of batch or substantially continuous irradiation and
batch or substantially continuous separation may be used as
appropriate.

Many different configurations of the targetry coupled
separation system are possible and all are considered within
the scope of this disclosure. For example, 1n an embodiment,
the conveyor 206 may be eliminated in favor of a manual
transier operation. In this embodiment, operators manually
or by remote control move the sources between the various
components of the system 200. In yet another embodiment,
the various components of the system 200 are designed so
that the source 1s not moved, but rather the difterent com-
ponents interact with a stationary source at different times
during the process. In yet another embodiment, one or more
sources are lixed inside a mobile neutron bombardment
chamber 204 and the chamber 1s moved between a neutron
generator and a separation system 208.

FIG. 3 illustrates an embodiment of a method for selec-
tively generating a desired radioisotope using targetry
coupled separation. The method 300 begins with the selec-
tion of the radioisotope to be created. This 1s 1llustrated by
a selection operation 302. In the selection operation 302 any
radioisotope may be selected, for example from Table 1
above, such as ““Mo, =°U, °'1, °>!Cr, **’Ra, “*’Ra, **’Ac,
ctc. that the operator ultimately wants to obtain. In an
embodiment, more than one radioisotope may be selected.

As already noted, some desirable radioisotopes may not
be direct products of an irradiation operation. In those
situations, the selection operation 302 may be equally con-
sidered a selection of the decay chain or a selection of any
of the radioisotopes in the decay chain. For example, to
obtain “*’Ra one may wish to create ~**Ra generator out of
**’Ac, as is known in the art. However, for the purpose of
this disclosure, the term ‘selected radioisotope’ refers to the
radioisotope that 1s the direct product of the irradiation of the
target 1n the 1rradiation operation, and the selected radioiso-
tope can be processed (including providing a holding time
for anticipated decay) as necessary to ultimately generate the
desired product.

For example, i one wished to use targetry coupled
separation to ultimately create **°Ra for medical use, the
selected radioisotope or direct product would be **’Ac, e.g.,
for subsequent incorporation into a **’Ra generator, the
selected radioisotope would be **’Ac. Likewise, if one
wished to use targetry coupled separation to generate Mo
for subsequent incorporation into a ~~™Tc generator, the
selected radioisotope would be "Mo (because it is a direct
product). However, 1n this instance, there are also many
direct products with atomic number 99 that are parents of
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"’Mo, by one decay chain or another, and that relatively
quickly decay into "Mo. These direct product parents

include: ””Nb which decays into “"Mo and has a half-life of
15 seconds; “”Yr which decays into °”Nb and has a half-life
of 1.47, and “Zr which has a half-life of 2.2 seconds and
decays into ””Y, to mention just a few in one particular decay
chain. Thus, to use targetry coupled separation to generate
"’Mo for a ””""Tc generator, in an embodiment the selected
radioisotopes may include some or all those direct products
with atomic number 99 that decay into the desired product
of ""Mo.

After the radioisotope or isotopes are selected, a target
material 1s 1dentified from which the selected radioisotope(s)
can be created through 1rradiation. This 1s referred to as the
target 1dentification operation 304. The target 1dentification
operation may further include 1dentifying the overall source
material (target and the ancillary matenal) including the
physical properties of the source. In this manner, the target
material identification operation may be referred to as the
source material identification operation. For example, 1f
"’Mo is a desired product and Mo and its atomic number
99 direct product parents are the selected radioisotopes, then
one suitable target material may be created from *°°U, such
as an oxide of *>>U or pure *>°U metal, from which ""Mo
can be obtained directly and indirectly through neutron
bombardment. Many radioisotopes may be obtained from
different compounds. e.g., from **>U or **"Pu and a com-
bination of compounds may be selected as the target mate-
rial.

The 1dentified target material may include any fissionable
material, or combination of fissionable materials, or other
1sotopes suitable for production of desired 1sotopes by
nuclear reactions, and may be selected based on the type of
radiation generator, bombardment chamber, spectrum of the
reactor (thermal or fast), and other equipment available. For
example, the target may incorporate any known material
which can be fissioned with a neutron to create the direct,
selected radioisotope product and/or absorb a neutron to
create the selected radioisotope product. The target material
may 1nclude, but 1s not limited to, a urantum-based material,
a plutonium-based material, or a thorium-based material.
For instance, a target material may contain **>U. In another
instance, the target material may contain >>~Pu. Further, it
should be recognized that the target material need not be
fissile directly upon {fabrication, but rather could be or
include a fertile material that could be converted 1nto a fissile
material through neutron absorption. For example, the target
may include any known nuclear fertile material which can
be bred up through neutron absorption to the selected
product and/or bred up and then {fissioned to create the
selected radioisotopic product. Fissionable material includes
any nuclide capable of undergoing fission when exposed to
low-energy thermal neutrons or high-energy neutrons. Fur-
thermore, for the purposes of this disclosure, fissionable
material includes any fissile matenal, any fertile material or
combination of fissile and fertile materials.

The 1dentified target material may not be fertile or fissile.
For example, >>°Th may be used as a target material, which
may be exposed to neutrons to yield the isotopes “*>Ac or
*2’ Ac. The isotope **°Ra is another example, which when
exposed to protons may also generate “*>Ac. Yet another
example is using " Eu as a target material, which when
exposed to fast neutron (1.e., kinetic energy above 1 keV)
radiation yields >°Sm. A further example includes using
"*NH, as a target material, which when exposed to gamma
rays may undergo a photonuclear reaction to generate

NH, .
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The target material may include one or more metallic
target materials, such as, but not limited to, a substantially
pure metal target material, a metal alloy target matenal, or
an intermetallic target material. For example, a pure metal
target material may include, but is not limited to, **°U, U,
*>?Pu, and/or >>*Th. In another example, a metal alloy target
material may include, but 1s not limited to, uranium-zirco-
nium, uranium-plutonium-zirconium, uraniumM-zirconium-
hydride, thortum-aluminum, or uranium-aluminum. By way
of a further example, an intermetallic target material may
include, but 1s not limited to, UFe, or UNi,. It should be
recognized that the above list of suitable metallic target
materials for iclusion 1n a target 1s not exhaustive and
should not be mterpreted as a limitation but rather merely as
examples.

In another embodiment, the target material of a source
may include one or more ceramic target materials, such as,
but not limited to, an oxide target material, a nitride target
material, or a carbide target material. For example, an
oxide-based nuclear material may include, but 1s not limited
to, uranium dioxide (UQO,), plutonium dioxide (PuQO,), or
thorium dioxide (ThO,). Moreover, an oxide-based target
material may 1include a mixed oxide target material, such as,
but not limited to, a mixture of PuO, and depleted or natural
UQO,. In another example, a nitride-based target material
may include, but i1s not limited to, urantum-nitride or plu-
tontum-nitride. By way of a further example, a carbide-
based target material may include, but 1s not limited to,
uranium carbide. It should be recognized that the above list
of suitable ceramic target material materials for inclusion 1n
the target material should not be interpreted as a limitation
but rather merely as an illustration.

In an embodiment, the target material i1dentification
operation 304 includes the determination of the complete
compound or combination of compounds for the source
material. It should be recognized that, in addition to the
fissionable materials described above, the source material
may also include ancillary material, which 1n some cases
may include portions of non-fissionable material, such as,
but not limited to, radiation-inert material, neutron moder-
ating material or neutron reflective material. Such non-
fissionable material may be provided to add strength, form,
structure, or other properties to the target that could not be
casily achieved using fissionable material alone.

It should also be noted that, 1n an alternative embodiment
of the targetry coupled separation method (not shown), the
target 1dentification operation 304 may precede the radio-
1sotope selection. This embodiment may occur 1n situations
where the target material 1s provided and not substitutable.
In this embodiment, the owner of the target material may
wish to use targetry coupled separation on the provided
target material 1 order to extract some valuable radioiso-
topes from the target material 1n lieu of or prior to simply
disposing of the target material.

For any given solid selected target material, a recoil
distance of the selected radioisotope(s) may be determined
in a recoil distance determination operation 306. When a
nuclear reaction occurs that coverts an atom of fissile
material into a radioisotope atom, kinetic energy 1s imparted
to the radioisotope atom. The amount of kinetic energy
imparted varies based on the initial kinetic energy of the
neutron, the atomic mass of the fissile atom, and the atomic
mass of the direct product radioisotope, among other things.
This kinetic energy causes the selected radioisotope(s) to
recoil, 1.e., move relative to the 1nitial position of the fissile
atom undergoing the nuclear reaction 1n the source matenal.
The term recoil distance refers to the average distance or
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range of distances which a specific radioisotope 1s expected
to move based on the imparted kinetic energy. Because
many nuclear reactions have been well characterized, the
kinetic energy and/or recoil distance can often be calculated
or has been determined empirically for many given combi-
nations of nuclear chemistry and neutron generator. For
example, the recoil distance of fission products in uranium
dioxide 1s generally described i S. G. Prussin et al.,
“Release of fission products (Xe, I, Te, Cs, Mo, and Ic) from
polycrystalline UOQO.,. " Journal of Nuclear Materials, Vol.
154, Issue 1 pp. 25-37 (1988), the recoil of fission products
in thortum metal 1s generally described in C. H. Fox Ir. et al.,
“The diffusion of fission products 1n thortum metal,” Journal
of Nuclear Materials, Vol. 62, Issue 1 pp. 17-25 (1976) and
the migration of gaseous and solid fission products 1n a
uranium-plutonium mixed oxide fuel 1s generally described
in L. C. Michels et al., “In-pile migration of fission product
inclusions 1 mixed-oxide fuels,” Journal of Applied Phys-
ics, Vol. 44, Issue 3 pp. 1003-1008 (1973). Such references
allow one of skill 1n the art to estimate the recoil of selected
radioisotopes for a particular system.

The recoil distance determination operation 306 refers to
calculating, estimating or otherwise 1dentitying the expected
recoil distance for the selected radioisotope within the
selected target material. In an embodiment, the recoil dis-
tance determination operation 306 takes into account the
density of the target material, the particulars of the neutron
generator and other aspects of the system design. The recoil
distance may be determined empirically from prior experi-
ments or may be estimated using known characteristics of
the materials and atoms involved, such as the atom number
of the direct wrradiation products. The range of any particle
in material can be found with the stopping power, which 1s
the relationship between a particle’s kinetic energy and the
range 1in material. For the production of radioisotope prod-
ucts, the energy can be due to the recoil from the decay
route, as 1n fission or alpha decay, or the nuclear reaction, as
in fast neutron or accelerated particle bombardment. The
product 1sotope’s energy will need to be determined based
on 1ts production route. A number of routes are known and
data are available to assess the distance an energetic particle
can travel through matenial. The Bethe-Bloch formula pro-
vides the energy loss of particles traveling though material
in units of energy distance squared per unit mass, an
example is MeV c¢cm?® g~*. Stopping power and range tables
are available from numerous references, e.g., from the
International Atomic energy Agency and the National Insti-
tute of Standards and Technology, that can provide data to
assess the recoil range, including continuous-slowing-down
approximation, ol produced 1sotopes. The units for ranges
and stopping power can be the same as the Bethe-Bloch
formula, or as a range in mass per area, such as g cm™=.
Programs are also available that provide ranges and stopping
powers for 1ons 1n materials (see, e.g., the SRIM software
package available from Dr. James F. Ziegler). Once ranges
or stopping powers are obtained, the distance a particle will
travel 1n material can be estimated using the material density
and the particle energy. It the data for a specific product or
nuclide cannot be found, relationships between energy loss,
velocity, and charge can be used.

The recoil distance 1s then used 1n a source manufacture
operation 308 1n order to design and create a source that, for
the particular combination of selected target and source
material, preferentially results 1n radioisotopes distributed
within the source material after the reaction so that the
radioisotopes are more readily available to the extraction
material than would occur in a bulk solid, or non-porous
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source. Specifically, the solid portions, 1.¢., the pore walls, of
a porous source material (such as foams, particles, and the
like) may be sized to be substantially similar to the recoil
distance of the selected radioisotope product. In this manner,
the anticipated recoil of the selected product can be used to
improve placement of the product near an available surface
of the source material to improve extraction of the product
from the source (e.g., dissolution and extraction of the
product without dissolution of the target). The term ‘avail-
able surface’ 1s used to describe a location, on or near a
surface of a solid source material, from which the extraction
material can obtain the product. In cases such as a source
material formed as a foam or other porous structure (e.g.,
manufactured pores), the structure of the source material
forming the pores (e.g., the walls of the pores) may be
selected and formed to have a thickness substantially similar
to the recoil distance of the selected radioactive product. In
cases such as particles, one-half of the particle size or the
particle radius may be sized to be substantially similar to the
recoil distance of the selected radioisotope. In another
example, 1n an embodiment 1n which the extraction material
1s a liquid, the available surface of the source material 1s a
surface that the liquid can access during the separation
process without having to alter the physical properties of the
target material. In some cases, the available surface may
include locations that are not physically on a surface of the
source material, but that are close enough to an accessible
surface that the extraction material can still obtain the
product atoms, such as through diffusion. Thus, targetry
coupled separation exploits the recoil from the nuclear
reaction used to produce the selected radioisotope to simul-
taneously make that radioisotope more easily recoverable in
the separation operation.

In the source manufacture operation 308, the selected
source material 1s formed 1nto a source based on the recoil
distance of the selected radioisotope. For example, 1n an
embodiment the source matenal 1s formed 1nto solid grains
and the size of the grains 1s selected based on the recoil
distance of the desired radioisotope. As a further example, 1f
"’Mo is the selected radioisotope product (with an antici-
pated decay to ”°""Tc, the desired product) and the selected
target is an oxide of **°U, then in an embodiment a source
matenial including grains having an average particle size
(such as diameter or average width) of equal to or less than
two times (2x) the recoil distance of the Mo product but
greater than 10% of the recoil distance. In another embodi-
ment, the average particle size may be selected to be within
+50% of the recoil distance (0.5-1.5%) of the "Mo product
and, in yet another embodiment, the average particle size
may be selected to be £50% of half (0.25-0.75x) the recoil
distance of the Mo product. In another embodiment, the
average particle size may be selected to be within £50% of
the twice the recoil distance (1-3x the recoil distance of the
selected radioisotope). In situations where there are more
than one selected radioisotope each with a different recoil
distance, the recoil distance used for sizing may be selected
from that of any one of the selected radioisotopes, an
average ol the recoil distances of some or all of the selected
radioisotopes, or a weighted average based on the expected
yield of the selected radioisotopes.

In an alternative embodiment, grain size of less than 20
micrometers may be used. In yet another embodiment, a
grain size between about 0.1 to 10 micrometers may be used.
Generally fission products have a recoil range of around 10
microns 1 UQ,.

For solid source embodiments, the processing of the
grains ol source material mto a solid, porous solid may
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include any suitable processing technique including one or
more of sintering, milling, sieving, 3D printing, crystalliz-
ing, precipitating, or heating the grains of target material.
The solid source may take any high surface area form such
as an open-cell foam, an open lattice, an open framework, a
ceramic, a cloth, a thin film, a monolayer, a sponge, a
nanocage, or a nanocrystal.

The nuclear reactions can also induce chemical changes
that can be used for selective separation. Such induced
chemical changes are called hot atom chemistry and
described 1n the literature. In hot atom chemistry, the nuclear
reaction changes the chemical form of the reaction product
compared to that of the target. The diflerence in chemistry
between the target and reaction product, and the morphology
of target, permit a separation of the reaction product without
target destruction. As an example, a target could be a
compound 1n a high oxidation state. Upon reaction with a
neutron, the new isotope undergoes reduction and has dif-
ferent chemical properties than the target even though it 1s
the same element as the target. The target morphology
permits a separation of the product with the lower oxidation
state without the need to dissolve the target. Additional
detail regarding embodiments of targets, source materials,
and the source manufacture operation 308 are discussed with
reference to FIG. 5, below.

The source manufacture operation 308 may include fur-
ther selecting, creating and/or providing a suitable container
for the source matenal. For example, in an embodiment 1n
which neutrons are the form of radiation used, the container
may be made of a neutronically-translucent material, so that
neutrons are capable of passing through the container. A
container may be 1n any suitable shape and form and may be
provided with one or more valves for allowing the easy
introduction and/or removal of the extraction material.

In the embodiment shown 1n FIG. 3, after the source or
sources have been created, the sources are exposed to
neutrons for some irradiation period 1n an 1rradiation opera-
tion 310. This operation 310 may include transporting the
source(s) to the irradiation facility/equipment for safe 1rra-
diation, for example by conveyor belt as described above. In
the 1rradiation operation 310, source material 1s exposed to
neutrons, thereby causing at least some atoms of the source
material to undergo nuclear fission or neutron capture to
create atoms of the selected radioisotope. This results 1n an
irradiated source material that contains some amount of the
selected radioisotope product within a reduced amount of
unreacted target as discussed with reference to FIG. 11. In
addition, because of the recoil from the fission reaction, at
least some of the newly created atoms of the selected
radioisotope move the recoil distance relative to the remain-
ing, unreacted target within the source material. As
described above, the recoil of the selected radioisotope
product may make that radioisotope more available to the
extraction material such as by making the radioisotope
product closer to an available surface of the source material,
which may then improve extraction by the extraction mate-
rial.

After the 1irradiation period, a separation operation 312 1s
performed, extracting atoms of the desired product or prod-
ucts from the source material. As mentioned above, the
desired product may be the selected radioisotope, a decay
daughter of the selected radioisotope, or, as 1s the case with
Mo, both. This operation 312 may include transporting the
source(s) to a separation facility/equipment, for example by
conveyor system as described above. The operation 312 may
also include introducing a storage or holding period before
the separation to allow time for decay to occur. In an
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embodiment of the separation operation 312, the target in the
source material 1s exposed to an extraction material such as
a solvent that preferentially extracts the desired product
from the source without substantially dissolving the remain-
ing target 1n the source material. Embodiments of separation
techniques are further discussed elsewhere 1n this disclosure,
particularly with reference to FIGS. 1 and 7. In an embodi-
ment, the remaining, unreacted source material 1s not chemai-
cally reactive with or aflected by the extraction solvent.
Specifically, it 1s not necessary to dissolve the target to
recover some ol desired product from the target. Thus, the
target 1s not substantially dissolved nor 1s 1ts physical phase
altered by the separation operation 312. For example, 1n one
embodiment the target 1s 1n a solid phase and remains in the
solid phase throughout the 1rradiation and separation opera-
tions.

In embodiments 1n which sources include a container, the
source materital may or may not be removed from the
container during the separation operation 312. For example,
in an embodiment, a source may comprise loose or packed
individual loose grains of source material 1n a neutronically-
translucent container, in which the grain size i1s based on a
recoil distance of the selected radioisotope to be produced as
discussed above. The source material grains may be repeat-
edly subjected to successive irradiation and extraction
operations without removing the grains from the container.
In this embodiment, a gaseous or liquid solvent may be
flowed through the container or the container may be filled
or partially filled with solvent and left in the container for
some contact period of time after which the extraction
material, now contaiming at least some of the selected
radioisotope, 1s removed.

In an alternate embodiment, rather than individual grains
meeting some size requirement based on the recoil distance,
the sources may 1nclude a solid mass of target. As discussed
in greater detail below, such a solid target may be made by
sintering or otherwise bonding individual grains (which may
be tailored similar to that described above with respect to
recoil distance) together to form a larger source material
mass. Such a larger mass may be porous to facilitate
penetration of a solvent into the porous mass, thereby
facilitating contact with the generated radioisotope.

The separation operation 312 may further include regen-
eration of the target to prepare 1t for subsequent irradiation.
This may involve one or more washing operations to remove
extraction material from the source material prior to subse-
quent 1rradiation.

After a separation operation 312, the same source may be
re-irradiated to create more of the selected radioisotope
allowing the 1rradiation and separation operations 310, 312
to be repeated multiple times without substantially dissolv-
ing, changing the phase of, or removing any of the remaining
mass of target material 1n the source. As discussed above,
this allows the fissionable material to be more efliciently
converted into the desired product that would be possible
with a single neutron exposure.

The method 300 further includes a final processing opera-
tion 314 that converts the extracted radioisotope product into
a final product or final form suitable for commercial use. The
final processing operation 314 includes separating the radio-
1sotope Irom the extraction material and may also include
additional processes to purily the radioisotope. The radio-
isotope may then be further processed into a final form
suitable for transport and use as an industrial reagent or
feedstock.

In an embodiment, the final processing operation 314
includes incorporating the radioisotope 1mnto a daughter 1so-
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tope generator. For example, the method 300 may be used to
manufacture **°Ra generators made from the radioisotope
*2’ Ac, °*Ga generators made using **Ge, ~”""Tc generators
made from “"Mo, and *’Rb generators made from *°Sr, to
name but a few. Daughter 1sotope generators and methods

for manufacturing daughter 1sotope generators from a parent
radioisotope are known 1n the art. Any suitable method may
be used.

For example, °”""Tc generators may be created from ""Mo
in the form of the molybdate, MoO,>". To create the
generator, the ”"Mo molybdate is adsorbed onto acid alu-
mina (Al,O,) substrate and placed 1n a shielded column.
When the “”Mo atoms decay, they form ””"Tc pertechnetate,
TcO,~, which, because of its single charge, 1s less tightly
bound to the alumina. Pouring normal saline solution
through the column of immobilized Mo elutes the soluble
7“MTc, resulting in a saline solution containing the “”"'Tc
pertechnetate, with sodium as the counterbalancing cation.

In an embodiment, the final processing operation 314 may
be an automated or semi-automated process. As described
with reference to FIG. 2, in an embodiment a targetry
coupled separation system incorporates equipment neces-
sary to separate the radioisotope from the extraction fluid,
modily the radioisotope into the generator material neces-
sary for use in a daughter generator (such as °"Mo bound to
a substrate suitable for column chromatography), and pack-
age the material into the generator body 1n an automated or
semi-automated process.

Container

FI1G. 4 1llustrates an example of a suitable container. The
container 400 includes a cylindrical body 402 defining an
internal cavity, a top or lid portion 404 that, when engaged.,
seals the cavity, and a bottom 406 which defines an interior
chamber 414 that contains the source material. One or both
of the top 404 and the bottom 406 may be removably
attached to the body 402 to allow the source material to be
inserted into or removed from the container 400. This may
be achieved by any known system, such as corresponding
threaded portions, for example on the lid portion and 1n the
cylindrical body (not shown). Alternatively, the container
400 may be of a unitary construction and the source material
charged through a sealable access port (not shown) or during
the construction of the container. In the embodiment shown,
two fluid tlow valves 408, 410 are provided, first valve 408
(which may be an output value in some examples) 1n the top
404 and a second valve 410 (which may be an 1mput valve
in some examples) i the bottom 406. In yet another
embodiment, the container may not be completely sealed
when the lid 1s engaged, for example, to allow gas to escape
or to allow the container to be immersed 1n the extraction
material rather than having extraction material injected 1nto
the container through a valve or access port. Although valves
408, 410 are shown at the top and bottom of the container
400 respectively, one of skill in the art will recognize that the
valves 408, 410 can be located 1n any appropriate location
and/or orientation and do not necessarily have to be placed
on opposing sides of the container. Alternatively, one valve
408 or additional valves (not shown) may be used for any of
input, output, redundancy, and/or safety measures of the
extraction material and/or container.

A container may be of any shape, both externally and
internally 1n the source material chamber. Any number, type,
and configuration of access ports, valves, shackles, connec-
tors, contact points, or other ancillary components may be
used as desired. For example, in the embodiment shown a
diffuser 412 1s provided so that the container may be easily
used as a fluudized bed or packed bed reactor. In the
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embodiment, the difluser 1s 1n the form of a perforated plate
with perforations sized such that the source material (such as
the particulate matter) 1s prevented or reduced from passing
through it. Solvent introduced from the bottom valve 410,

however, passes easily through the diffuser 412 allowmg
contact with the source material. This 1s but one example of
ancillary components that could be provided on the con-
taimner. For example, many different fluidized bed reactor
designs could be incorporated into a container havmg addi-
tional ancillary components such as additional diffusers,

manifolds, baflles for distributing solvent flow evenly, non-
cylindrical internal shape of the source material chamber/
cavity 414, batlles for directing tlow, efc.

In an embodiment 1n which neutrons are the radiation
used in the targetry coupled separation, the container may be
neutronically-translucent as discussed above. Examples of
suitable neutronically-translucent contamner matenals
include aluminum, zirconium, and molybdenum and alloys
thereol as well as stainless steel alloys. Some or all of a
container may be made from one or more of these neutroni-
cally-translucent matenals.

Containers may be made with an opening to facilitate the
insertion and removal of the physical form of source mate-
rial to be used. For example, when one or more large masses
of source material are used as discussed above, a container
may be provided with a relatively large opening that allow
for the insertion and removal of the masses. This would
allow containers to be reused after the source material 1s
spent. Alternatively, a container may be constructed around
the source material with the intention that the source mate-
rial be disposed of with the container and no provision 1s
made for removing the source material from the container
once the target 1s sufliciently spent which may reduce waste
and/or waste processing.

Source Manufacture, Recoil Movement, Surface Treatment
Improvement

FIG. 5 illustrates an embodiment of a method of manu-
facturing a radioisotope-generating source 1n greater detail.
As such, the method 500 represents an embodiment of the
source manufacture operation 308 discussed above with
reference to FIG. 3. In the embodiment shown 1n FIG. 5, the
target material includes an oxide of a fissile or fertile
maternal, such as thortum, uranium, or plutonium oxide. In
various embodiments, targets 1n targetry coupled separation
may 1nclude oxides which may be manufactured using any
appropriate method, although many possible examples are
provided below. Uranium oxides and plutonium oxides with
suitable target properties have been prepared and character-
1zed. Actinide salts may be dissolved in solution and pre-
cipitated to form solids.

For embodiments using solid sources, any morphology
may be used, although higher surface area morphologies
will have a better recovery of product. Suitable high surface
arca morphologies include porous sources of: loose or
sintered particles or powders; open-cell foams; 3D printed,
milled, or crystallized open lattices or open frameworks;
cloths; thin films and monolayers; sponges; ceramics;
nanocages; and nanocrystals. Preferably, a solid source will
have a surface area greater than 10 m*/g as measured by
Brunauer, Emmett and Teller (BET) analysis.

For embodiments that use a liquid source, the target
material may be solid, such as solid particles, suspended in
a liquid, such as 1n a colloid suspension.

In the embodiment shown in FIG. 5, the method 500
begins with a dissolved salt of a fissionable material 1n a
solution as a starting material, 1n providing operation 502. In
an embodiment, the starting material may be created by
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dissolving and mixing chloride or nitrate salts of the appro-
priate fissionable material in purified water. In embodiments,
the provided dissolved salt of the fissionable material may
be 1n a solution such as an acidic solution, a basic solution,
an aqueous solution, and an alcohol solution

Next, a precipitant, such as sodium hydroxide, ammo-
nium hydroxide, and/or oxalic acid, 1s mixed into the
solution 1n a precipitant addition operation 504. The solution
1s maintained at the proper conditions for the precipitation to
occur and the precipitate, an oxide of the fissionable mate-
rial, 1s collected 1n a collection operation 506. Variations in
the precipitation can include addition of ammonium hydrox-
ide, peroxide, carbonate, or oxalate. Precipitation has been
used to produce thorium, uranium, and plutonium contain-
ing oxides and 1s appropriate for other metal oxide forma-
tion. Any suitable method for precipitating a fissionable
material oxide, now known or later developed, may be used.

The precipitated oxide 1s then formed into grains in a
grain forming operation 308. This may include milling,
calciming, or sintering the precipitated oxide to form pow-
ders and/or pellets and/or any other suitable form of the
target. For example, 1n an embodiment of the grain forming,
operation 508, the precipitate may be washed with acetone
and purified water after collection, milled, and dried at 90°
C. The dnied precipitate can be milled again and redried. It
can be again milled and/or then calcined up to 750° for 1
hour. The calcined powder can be milled and additionally or
alternatively then cold pressed into pellets (of any appro-
priate size as determined based on desired properties of the
source material such as the recoil distance of the selected
radioisotope) for an appropriate time (which 1n some cases
may be approximately 2 minutes) before being sintered. In
an embodiment, sintering may be under a mixture of argon
and 4% hydrogen for four hours at 1500° C.

In an embodiment, the grain forming operation 508 may
include a sizing operation to ensure either a particle size
distribution of the grains and/or that the grains have a
particle size less than some threshold size, such as a recoil
distance. Sizing of grains to obtain a desired result 1s known
in the art and any suitable method of sizing grains may be
used, such as mechanical screening, filtration, and classifi-
cation, electrical methods such as electrophoresis and elec-
trostatic precipitation, and flotation. For example, suitable
equipment for grain sizing, depending on the embodiment,
may include sieves, gas or liquid elutriation columns; sta-
tionary screens;, grizzlies; gyrating screens; vibrating
screens; centrifugal sifters; cake filters; clarifying filters;
classifiers; and crossflow filters. In some embodiments, after
the precipitates are formed and sized, calcination of the
product yields compounds suitable for sintering. Sintering,
time, temperature, atmosphere, and oxide preparation can be
varied to produce suitable target properties as 1s known in
the art.

In embodiments, 1n addition to the sizes enumerated
above with reference to FIG. 3, grains of target may be sized
to have a maximum grain size of equal to or less than 10,000
nm (10 micrometers), or, alternatively, less than 1,000 nm,
less than 100 nm, less than 50 nm, less than 10 nm, less than
5 nm or less than 2 nm. Furthermore, grains having a grain
s1ze ranging between 1 nm and 10 mm are anticipated to be
particularly useful based upon recoil from nuclear reactions,
fission, alpha decay, or beta decay.

In an embodiment, the method 500 may be considered to
include some of the operations of the method for selectively
generating a desired product using targetry coupled separa-
tion illustrated in FIG. 3. For example, 1n an embodiment of
the source manufacture method 500, the selected radioiso-
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tope operation 302, target 1identification operation 304 and
the recoil distance determination operation 306 described
with reference to FIG. 3 may be included in the method 500.

In the embodiment shown, the method 500 includes a
source formation operation 510 in which the grains are
formed 1nto a source material. This operation 510 1s optional
and not necessary in embodiments 1n which loose grains are
used as the form of the source matenial. This may include
combining grains mnto a solid mass to be incorporated 1nto a
source material, such as pelletizing the grains, making a
ceramic from the grains, and/or making a solid matrix 1n
which grains are incorporated.

The use of nanoparticles 1n the preparation of ceramics
may vield materials with desirable properties as a source for
targetry coupled separation. The term nanoparticle refers to
grains having a grain size less than 100 nanometers. Com-
pared with traditionally produced ceramics, ceramics cre-
ated from nanoparticles (nanoparticle-based ceramics) have
greater hardness and higher yield strength. Nanoparticles of
fissionable materials may be produced, for example, by the
precipitation method described above.

It 1s expected that ceramic properties derived from nano-
particles and nanoparticle synthesis routes will be useful 1n
generating porous target material from tetravalent actinides.
The following method for generating an actinide (e.g., U,
Th, and/or Pu) ceramic 1s proposed. First, nanoparticles of
the tetravalent actinide having a selected particle size are
generated 1n an inert atmosphere. The particles are then
sintered, for example at a temperature from 1,000-1,500° C.,
such as for example 1150° C. An 1nert atmosphere will be
maintained throughout this process to prevent oxidation of
the actinide metal. For example, an argon, neon, helium,
nitrogen or any suitable mert gas mixture may be used.
When this method was applied to zirconia nanoparticles as
a surrogate for the actinide, after 2 hours of heating, a
density of 93.5% theoretical was found. Density increased to
97.5% with 40 hours of heating and reached 99% at 60
hours. The average grain size was found to be 120 nm after
60 hours of heating at 1150° C. It 1s anticipated that actimde
nanoparticles will have the same or similar properties and be
suitable for use 1n targetry coupled separation sources.

It 1s also expected that actinide oxide nanoparticles could
be used to produce ceramic films and membranes and that
such actimde oxide nanoparticles will have desirable prop-
erties for targetry coupled separations. The {following
method for generating an actinide oxide ceramic 1s pro-
posed. First, actinide oxide nanoparticles are created. In an
embodiment, this may be done by precipitating actinide
oxide from a basic solution. In an alternative embodiment,
actinide oxide particles may be synthesized by dissolving an
actinide oxycarbonate 1n acidic nitric solutions, followed by
hydrolysis and condensation of polynuclear actinide cations
which should promote the formation of nano-sized, poly-
meric, oxy-hydroxide particles. When applied to zircon as
surrogate, the zirconia particles so produced were found to
be 1n the 3-6 nm range.

Creation of actinide oxide nanoparticles may also be
enhanced through various techniques. In an embodiment,
alcohol may also be used as a solvent to generate actinide
oxide nanoparticles. The alcohol solvent may induce a faster
particle formation rate and produced submicrometer micro-
spheres due to the low solubility of hydroxide species 1n
alcohol solution. In yet another embodiment, adding poly-
cthyleneimine and 2,3-dihydroxybenzoic acid 1n the precipi-
tation phase may produce particles with a suitable particle
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s1ize distribution. In yet another embodiment, oxalate pre-
cipitation may result nanoparticles within a suitable particle
S1ZE.

A hydrothermal technique may also be suitable for the
synthesis of actinide oxide nanoparticles which may be a
suitable form for source material 1n targetry coupled sepa-
ration. Urea can be used in the synthesis of the nanoparticles
produced by hydrothermal conditions. The general method
for this technique 1s actinide precipitation under basic con-
ditions at temperatures above 100° C. 1n a pressure vessel.
Monoclinic nanocrystal nucleation and growth 1s expected
to occur at 1200° C. from powders produced by forced
hydrolysis. The particles so produced may then be sintered
into a ceramic as described above.

In yet another embodiment, near-critical water may be
used to form actimide nanocrystalline materials. An aqueous
mixture of actimde 1s brought to near-critical conditions and
shock waves are produced by nozzle cavitation to generate
actinide oxide particles. Near-critical water has been shown
to rapidly hydrolyze and subsequently dehydrate cerium and
zirconium salts to form mixed ceria-zirconia nanocrystalline
materials. Shock waves produced by nozzle cavitation
resulted 1n nano-sized particles of 110, and ZrO.,.

In yet another embodiment, an emulsion-combustion
method may be used to generate actinide oxide particles. In
this embodiment, actinide i1ons in an aqueous phase are
mixed mto a second, flammable phase to form an emulsion.
The emulsion may then be burned which will result in the
actinide 1ons being rapidly oxidized. In the emulsion-com-
bustion method, zirconium 1ons 1n flammable solution were
rapidly oxidized upon combustion. This method produced
hollow, thin-walled particles of sub-micrometer size.

In various embodiments, sources in targetry coupled
separation may include metal-organic frameworks
(“MOFs”). MOFs include coordination solids formed from
linking metal 1ons with organic ligands. The high surface
area compound can make suitable sources for the coupled
production and separation of radionuclides. Lanthanide-
based MOFs have been examined in more detail than
actinidde MOFs. Most of the actinide-based MOFs are based
on the uranyl cation. Varying the combination of ligands and
synthetic conditions has generated a large number of solid-
state compounds. Molecular templates have been applied to
uranyl MOFs.

In various embodiments, source materials 1 targetry
coupled separation may include monolayers and aggregates.
Photochemical reduction of actinides 1n organic solvent has
been used to produce actinide monolayers and aggregates
such as particles of tetravalent uranium phosphates. The
product morphology can be varied through treatment to
achieve the desired grain size or characteristic lengths for
frameworks other than grains. In one monolayer example, a
uranium monolayer 1s formed through the interaction of a
pulsed laser with uranyl in a tributyl phosphate organic
phase. The monolayer presents as a distinctly diflerent color
and can be 1solated from the organic phase. Aggregation
occurs upon treatment with methanol. The uranium product
properties can be tuned through coupling photoreduction
parameters and monolayer treatment.

In various embodiments, a target in targetry coupled
separation may include uranium metal. High surface area
uranium metal material can be prepared and used as targets,
with or without a container, for specific radioisotope pro-
duction. In an embodiment, a uranium metal 1ngot can be
used as a starting form for uranium metal grain formation
through arc melting. The arc melting parameters can be
adjusted to produce metal grains with desirable properties
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such as a grain size selected based on the recoil distance of
the selected radioisotope. Uranium metal can also form a
high surface area structure through a hydriding-dehydriding
process.

In an embodiment, the Kroll process may be modified to
produce a high surface area structure in the form of a porous
actinide metal sponge from an actinide tetrachloride. The
Kroll process involves the reduction of urantum chloride by
liqguid magnesium or sodium. Electrochemical reduction can
also yield urantum metal which may have desirable target
properties.

After the formation operation 3510, the source material
may be placed 1n a container 1n a packaging operation 512.
Packaging of fissionable matenial imnto containers has been
discussed above. Containers have been discussed in detail
above with reference to FIG. 4.

Alternative Characterization of Grains

FIGS. 6 A through 6C 1llustrate a more detailed means for
characterizing grain size than the typical approximation of a
grain as a spherical particle with a characteristic diameter.
The characteristic length 106 along at least one dimension of
one or more grains 104 may include a characteristic length
106 along all dimensions of one or more grains 104 of the
source material 100. For example, the grains 104 of the
source matertal 100 may be engineered such that the
“height”, represented by “a,” and “width,” represented by
“b” are similar 1n size. Therefore, notwithstanding of factors
(e.g., stress or thermal gradients), a radiation product subject
to recoil upon creation may ethciently diffuse from the grain
interior 110 to the grain boundary 112 along all directions
within the grain. In this context, a grain structure may be
characterized by the *“grain size” of the grains 106 of the
source material 100. The *“grain size” may be selected such
that the grains are small enough to allow for adequate
diffusion from the interiors 110 of the one or more grains
104 to the boundaries 112 between the one or more grains
104.

As shown 1n FIG. 6B, the characteristic length 106 along
at least one dimension of one or more grains 104 may
include a characteristic length 106 along a selected dimen-
sion of one or more grains 104. For example, as shown 1n
FIG. 6B, the grains 104 within the source material 100 may
be engineered to have a selected characteristic length 106
along a given dimension of the grains 104. For instance, 1n
a grain 104 having an elongated grain structure, the grain
may have a selected characteristic length along the “thin”
dimension, shown as dimension “a” in FIG. 6B, of the grain
104. In another instance, in a grain 104 having an elongated
grain structure, the grain 104 may have a selected charac-
teristic length along the “thick” dimension, shown as dimen-
sion “b” 1n FIG. 6B, of the grain 104. It should be recognized
that the grain 104 need only have at least one characteristic
length 106 smaller than the distance required for adequate
diffusion due to recoil from the interiors 110 of the one or
more grains 104 to the boundaries 112 of the one or more
grains 104. It 1s turther recognized, however, that all dimen-
sions of a grain 104 may have a characteristic length 106
smaller than or equal to a distance required for adequate
diffusion of fission product 108 from the interiors 110 of the
one or more grains 104 to the boundaries 112 of the one or
more grains 104.

As shown 1n FIG. 6C, the characteristic length 106 along
at least one dimension of one or more grains 104 may
include a characteristic length 106 along a selected direction
134. For example, the grains 106 within the source material
100 may be engineered to have a selected characteristic
length 106 along a given direction 1n the source material
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100. For instance, a grain 104 having an elongated grain
structure may have a selected characteristic length 106 along
a selected direction 134 within the nuclear fuel. It should be
recognized that engineering the grain structures to have a
characteristic length 106 along a selected direction 134
smaller than the length required for adequate movement of
a radiation product due to recoil from a grain interior 110 to
a grain-boundary 112 may supply a more eflicient means for
transierring fission product such as a radioisotope product
from the grain interior 110.

In another embodiment, one or more grains 104 may have
a characteristic length 104 along a dimension of the one or
more grains selected to maximize heat transifer from a
grain-interior 110 to a grain-boundary 112. For example, the
one or more grains 104 may be oriented such that their
narrow dimensions, shown as “a” i FIG. 6C, are aligned
substantially perpendicular to a thermal gradient 136 1n the
source material 100. Such an arrangement aids 1n the heat
transier from the grain-interior 110 to the grain-boundary,
aiding 1n the diffusion of a fission product 108 from the grain
interior 110 to 1ts grain boundary 112. By way of another
example (not shown), in a cylindrical pellet fabricated
utilizing the source material 100 the grains 104 of the source
material 100 may be arranged (1.e., on average the grains of
the material may be arranged) to have the narrow dimension
substantially perpendicular to the radial thermal gradient of
the cylindrical pellet. It should be noted that the 1llustrations
in FIGS. 6C, 6B, and 6A represent simplified conceptual
illustrations of a plurality of grains 106 and should not be
interpreted as schematic in nature. Further, it should be
recognized by those skilled in the art that a variety of
materials processing techniques (e.g., cold-working and/or
annealing, compression, or extrusion) may be implemented
in order to develop the symmetrical grain structure in FIG.
6 A, and the deformed elongated grain structure 1llustrated 1n
FIGS. 6B and 6C. A variety of materials processing tech-
niques are discussed further herein.

In another embodiment, the grains 104 of the source
material 100 may have an average characteristic length 106
along at least one dimension smaller than or equal to a
selected distance necessary for adequate diffusion of a
fission product. For example, the grains 106 of the source
material 100 may have an average characteristic length
along a selected dimension or direction of the grains 104 of
the nuclear fuel. It 1s recogmized that there may exist a
maximum average grain size which will provide adequate
diffusion of fission products from the interiors 110 of the
grains 104 to the grain boundaries 112 of the grains 104.

In another embodiment, the grains 104 of the source
material may have a selected statistical distribution of char-
acteristic lengths. For example, the grains 104 of the source
material 100 may have a grain size distribution having a
selected percentage of the grains having a grain size below
a selected distance. For instance, the source material 100
may have a grain size distribution such that 75% of the
grains have a grain size equal to or less than 5 um, with an
average grain size of 3 um. In another embodiment, the
grains 104 of the source material 100 may have multiple
statistical distributions of characteristic lengths. For
instance, the source material 100 may have a grain size 106
distribution such that 23% of the grains have a grain size
equal to or less than 10 um, 25% of the grains have a grain
s1ze 106 equal to or less than 5 um, and 10% of the grains
are below 1 um. In another 1nstance, the source material 100
may have a grain size 106 distribution such that 25% of the
grains have a grain size 106 equal to or less than 10 um and
25% of the grains have a grain size equal to or greater than
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50 um. In another instance, the source material 100 may
have a grain size distribution such that 25% of the grains
have a grain size between 1 um and 5 um, 50% of the grains
have a grain size between 5 um and 10 um, and 25% of the
grains have a grain size 106 greater than 10 um. Applicant’s
co-pending U.S. patent application Ser. No. 13/066,233,
filed Apr. 8, 2011 4/8/11, tutled Nuclear Fuel and Method of
Fabricating the Same, which 1s hereby incorporated herein
by reference, includes embodiments of nuclear fuel manu-
facture that could be used to create suitable target material
for use 1n targetry coupled separations.

Liquid Source

Regarding various other embodiments of sources, a liquid
source material can be employed and may be coupled with
continuous separation to provide radioactive i1sotopes. As
noted above target destruction can be reduced by limiting the
phase change of the target (e.g., a liquid target with or
without solid or other phase ancillary materials or a suspen-
s10n of solid target 1n a liquid phase source material) through
separation. In this embodiment, a liquid source can be a
molten salt or solution phase. The liquid source can flow
through an irradiation location or may be contained in a
container that 1s passed through the irradiation location. The
resulting radionuclides produced from a liquid source can be
separated, 1solated, and purified from the target using con-
ditions and automation procedures as described for the solid
source. Such separation may use a liquid-liquid extraction
process, a liquid-gas extraction process, an electrochemical
process, or, alternatively, a liquid-solid extraction process
such as passing the irradiated liquid source over a solid
material adapted to remove the desired product(s) from the
liguid phase. For example, in a liquid-liquid extraction
embodiment, under certain conditions the target may be
immiscible 1n or otherwise separable from the extraction
material to facilitate separation of a liquid extraction mate-
rial from the liquid source material after a sutlicient contact
time. A liquid source embodiment may have similar benefits
from target reuse and waste reduction, but the source con-
figuration and flow may entail additional considerations than
sources of solid material.

A liguid fuel recycle system for removing fission products
from salt-based fuels and recycling the fuels back to the
reactor may be chemically similar to the process developed
for metallic fuels. Supercritical CO,, separation, 1n particular,
takes advantage of the properties of the salts, which are, by
themselves, msoluble 1n sCO,. Extractants, such as dike-
tones, may be used to draw select metals 1nto the sCO,, phase
as described herein. Physically, the liquid fuel recycle sys-
tem may be made to avoid pressurization of the reactor
vessel during a leak 1n the sCO, system. Additionally, the
salts 1n their liquid states may be at temperatures high
enough to dissociate or degrade the diketones. To avoid both
of these obstacles, a liquid fuel recycle system may be
designed such that the molten-salt 1s pumped external to the
reactor vessel and injected into a vessel containing the sCO.,,.
A sCO, system may be maintained at a temperature low
enough to solidity the molten-salt, resulting 1n a high surface
area solid. Provided the sCO, can be maintained at a
sufliciently low temperature, the beta-diketones or other
appropriate extractant(s) may be co-mixed with the sCO,
during salt injection, avoiding dissociation.

Alternatively, the extractant may be injected into an
extraction vessel in a batch-wise fashion following salt
injection. In either case, the result 1s a salt solution of
(selected) metal-complexes solvated 1n the sCO, diketone
solution. The salt solution may then be pumped to a sec-
ondary system where temperature or pressure 1s adjusted to




US 10,141,079 B2

39

remove the metal complexes (product) from the salt solution
without substantial destruction of the target in the molten
salt fuel. Again, 1t 1s likely that the metal complex 1s
removable from the salt solution without dropping the CO,
to a gaseous state (below the critical point) via heating,
cooling, or both. Heat may be used to volatilize the metal
complexes so that a separate gas phase occurs within the
sCO, solution. The sCO, may alternatively be cooled or
heated near and above the critical point where 1ts solubility
typically changes significantly with changes 1n temperature
and pressure, resulting 1n a separate, liquid-metal complex
phase which was forced out of solution due to changes in
thermodynamic condition. This phase can then be trans-
ferred, such as by way of pumping, from the extraction
system to a system designed for interim or long term storage.
Whether further heating or cooling 1s used to separate the
metal complex or other product, ultimately further heating
can be used to thermally decompose the diketones, leaving
behind the metal fission product(s).

Separations of Radioisotope(s) from a Source

Embodiments suitable for use in one or more of the
separation operations described above will now be described
in greater detail. As discussed above, embodiments of the
separation of the desired product(s) from a source may
include exposing at least some of the source matenal to an
extraction material that preferentially extracts the selected
radioisotope product from the source material without
removing substantially any of the target or requiring the
target to be dissolved or to otherwise require a change 1n the
phase or physical form of the target. This allows the target
to be reused 1 a subsequent neutron bombardment with
little or no regeneration or post-separation processing.

In an embodiment, the separation process generally
involves the preferential 1solation of the desired product(s)
created by neutron bombardment from a solid phase source
material. The separation 1s performed without dissolution of
the source material or the target within the source materal
using a solvent as the extraction material. As mentioned
above, the targetry coupled separation can exploit the recoil
from the nuclear reaction used to selectively tailor and
produce the target nuclel and target material to make the
desired product more easily recoverable in the separation
operation. Additionally and/or alternatively to the recoil,
chemical differences between the target and the product
nuclel can be selected, tailored and/or exploited to achieve
a preferential separation of the desired product(s). Addi-
tional steps may be desired to remove the extracted radio-
1sotope product from the extraction material and, in subse-
quent steps, further purily the desired product. Additional
purification may utilize any one or more appropriate tech-
niques as are known 1n the art, including column chroma-
tography, precipitation, electrochemistry, ion exchange,
sorption, filtration, and solvent extraction.

Based on the source material composition, properties,
and/or morphology, 1n various embodiments, the nuclear
reaction may separate the product nucler from the source or
may physically move the product nuclei near or onto an
avallable surface of the source material, which causes i1t to
be more accessible to an extraction maternal, or may induce
a chemical change that can be utilized to achieve separation.
Appropriate extraction material can be selected, formed,
introduced and/or activated in the separation process to
exploit diflerences 1n the extraction product and the target,
with the extraction product being either the direct (selected)
product of the neutron bombardment or an indirect (decay
daughter) product of the selected radioisotope. The desired
product 1s amenable to separation due to the behavior of its
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chemical form 1n a solid, liquid, or gas phase. Additionally,
the chemical processes do not appreciably dissolve the
source or at least substantially reduce dissolution of the
target, thereby leaving the target in a state to be reformed 1o
further 1rradiation.

Various separation treatment options are available. In
various embodiments the target may be removed from the
irradiation generator and treated. The treatment can use any
single and/or combination of any appropriate process includ-
ing chemical, electrochemical, thermal, filtration, pressure,
fluidized bed, and gas phase methods. Solution phases can
include any one or more phases including aqueous phases,
organic phase, 1onic liquids, molten salts, suspensions, and
supercritical fluids. The chemical composition of the gas
phase can also be varied in composition of gases, tempera-
ture, tlow rates, pressure, etc.

Ilustrative separation processes and methods can include
any one or more of members of the group comprising
extraction, liquid chromatography, gas chromatography,
capillary chromatography, crystallization, precipitation, {il-
tration, distillation, fractional distillation, electrophoresis,
capillary electrophoresis, magnetic separation, evaporation,
flotation, cloud point, micellar, flocculation, electrochemaical
methods, volatilization, and sublimation. The separation
process can be performed 1n the source’s container, thereby
precluding removing the target from the irradiation con-
taimner. Alternatively, if there 1s no container, the source
material may be placed inside a chemical reactor or other
container and then removed for subsequent re-irradiation
alter the separation 1s complete. If desired, the separation
process can utilize an automated chemistry system, such as
those produced by Chemspeed Technologies, Skalar, Human
Diagnostics, Randox or any other appropriate automated
chemistry system.

FIG. 7 illustrates an embodiment of general separation
method suitable for use with targetry coupled separation.
The method 700 obtains a desired product or products from
a source material that has previously been irradiated so that
at least some of the desired product 1s distributed throughout
the source material. In the embodiment shown, such a source
maternal 1s provided in operation 702.

In a selection operation 704, an extraction material that
removes the desired product or products from the source
materal without substantially dissolving the source material
1s selected and prepared based on the desired product to be
removed and the characteristics of the source material. For
example, 1n an embodiment, the extraction material may be
a solvent that dissolves the desired product but does not
dissolve fissionable material in the source material. In yet
another embodiment, the extraction material may be a
solvent containing an extractant, such as a ligand, that waill
bind to the desired product (thereby making it soluble with
respect to the extraction material) but will not bind to
fissionable material. If there are multiple desired products,
one extractant may be suitable or, alternatively, multiple
extractants may be selected. Such a ligand should be soluble
in the solvent under temperature and pressure conditions of
the contacting operation.

In yet another embodiment, and as will be discussed 1n
greater detail below, the solvent may be sCO, and the
selected ligand or ligands form a carbon dioxide soluble
chelate with the radioisotope. Again, such a ligand should be
soluble 1n the solvent under temperature and pressure con-
ditions of the contacting operation. For example, for
removal using sCO,, the ligand concentration may be up to
0.5 mole/liter and the temperature and contacting time may
be varied. However, suflicient removal 1s anticipated to
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occur at temperatures below 220° C. at 1 atm with a
contacting time of 30 minutes or less. Examples of possible
ligands include a fluorinated {3-diketone and a trialkyl phos-
phate, or a fluorinated [3-diketone and a trialkylphosphine
oxide. Further examples include dithiocarbamates, thiocar-
bazones, 3-diketones and crown ethers. Inorganic ligands,
including nitrates, sulfates, thiocynates, cyanates, and other
similar compounds may also be used. A ligand may be
provided with one or more functional groups selected to
enhance the ligands ability to bind and remove desired
products. Such functional groups include hydroxyl, carbo-
nyl, diketones, aldehyde, haloformyl, carbonate ester, car-
boxylate, ester, ether, peroxy, amine, carboxamide, 1mide,
imine, nitrate, cyanate, thiol, sulfide, sulfinyl, sulifonyl,
thiocyanate, 1sothiocyanate, phosphate, and phosphono
groups.

Next, the source material 1s exposed to the extraction
material, 1n a contacting operation 706 which in some cases
may include adding the extraction matenal to the source
material. Various actions may be performed to enhance the
contact between the extraction material and the source
material, again depending on the characteristics of the
components involved. For example, 1f the source material 1s
solid, the contacting operation 706 may include contacting
the source material with a liquid extraction material for a
residence time. As a result, an extraction material and
radioisotope liquid mixture 1s created as the desired radio-
1sotope product 1s dissolved from the source material. Alter-
natively, iI the source matenial 1s a liquid, the contacting
operation 706 may include contacting the source material
with an immiscible liquid extraction material for a residence
time. This results 1n a two-phase liquid mixture containing,
a first phase of bulk material and a second phase of extrac-
tion material with the dissolved desired product.

The contacting operation 706 may also include other
actions to assist 1n separation. For example, in an embodi-
ment the contacting operation 706 includes agitating one or
both of the source material and the extraction material
during at least a portion of the residence time. In yet another
embodiment, the contacting operation 706 includes chang-
ing a temperature of one or both of the source material and
the extraction material during at least a portion of the
residence time. And, in yet another embodiment, the con-

tacting operation 706 includes changing a pressure of one or
both of the source material and the extraction material
during at least a portion of the residence time.

In yet another embodiment 1n which the source material
1s 1n the form of solid grains stored 1n a container, the
contacting operation 706 includes mserting an amount of the
extraction material into the container and retaining the
extraction material 1n the container for some predetermined
residence time.

After a selected residence time, the extraction material,
now including the dissolved desired radioisotope product or
products, 1s removed from contact with the source material
in a removing operation 708. This may involve simply
draining liquid extraction material from the source material
Or may require more active processing such as using cen-
trifugal force, heating, cooling, pressurizing, or depressur-
1zing to remove the extraction matenal.

The desired product or products may then be separated
from the extraction material and converted into a final
product 1 a separation operation 710, substantially as
described above with reference to final processing operation

314 of FIG. 3.
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Volatility-Based Separations

It will also be appreciated that 1n various embodiments of
an extraction process may include a rapid, volatility-based
separation that can be used to 1solate the desired products
from 1rradiated sources. Volatility-based separation embodi-
ments can exploit the formation of halides (F~, C17, Br™, I7),
carbonyl (CO), and diketone based ligands such as hexafluo-
roacetylacetonate (“htac™) (FIG. 9) to produce volatile metal
compounds. The formation of volatile fluorides with nuclear
materials 1s known. Chlorination has also been examined,
and found similar to fluoride behavior. The existing difler-
ences can be exploited and extended to the other halides for
tunable separations. This 1s readily performed 1n the Van
Arkel process for obtaining pure Zr from Zrl,. Carbonyls are
used 1n the Mond process to form volatile N1 species. The
fission products Mo, Tc, Ru, and Rh also form carbonyl
species, with Mo(CO), being a primary example of a volatile
product. The hifac complexes are known to be volatile for a
range of elements. This can provide a rapid and selective
separation of radionuclides.

Formation of halide, carbonyl, or hfac complexes can be
exploited for the separation of a range of elements from
starting material based on differences 1n volatility. Targeting
the specific formation of volatile species can achieve sepa-
rations that can be rapid and selective. An additional benefit
1s that volatile complexes may be used as metal vapor
deposition precursors. Thus, a pure sample of the product
could be obtained directly from volatile complexes formed
in the reaction mixture. It 1s to be noted that decay of the
product or product of the wrradiation may require further
processing for product generation (e.g., a product precursor
1s the result of 1wrradiation of the source).

In an embodiment, using the Mond process, an 1rradiated
UQO,-containing source material in a granular form having
"’Mo solid distributed throughout the grains of the source
material as the result of the previous irradiation may be
exposed to carbon monoxide in a vessel, container or
chamber maintained at a pressure from 0.5 to 5 atm and
temperature from 50-60° C. According to the Mond process,
this will convert at least some of the “"Mo to “"Mo(CO),.
Relatively more "Mo(CQO), may be created by extending
the exposure time and by other methods such as agitating the
source maternial to provide better contacting of the carbon
monoxide gas with the surface of the source material. The
boiling point of ""Mo(CO), (approximately 156° C.) is
substantially less than the melting point of UO, (approxi-
mately 2,865° C.). Therefore, volatilization can be easily
achieved by raising the temperature of the source material
alter the carbon monoxide contacting operation to a tem-
perature above the boiling point of “"Mo(CO),.. Further-
more, by keeping the temperature below the melting point of
the UQ, after the ””Mo(CO), has been driven off, the source
material 1s unatfected and ready for a subsequent 1rradiation
operation.

In another more generalized embodiment, an amount of
irradiated source material having desired product distributed
throughout the source material as the result of the previous
irradiation may be exposed to a F~, CI7, Br, I7, CO, or
diketone based ligands 1 a vessel, container or chamber
under conditions that cause the desired products to form a
volatile compound of the desired product, but that do not
alter the target material. Relatively more volatile desired
products may be created by extending the exposure time and
by other methods such as agitating the source matenal to
provide better contacting with the surface of the source
material. Subsequently, as long as the boiling point of the
desired product compound 1s below the melting point of the
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target material, volatilization can be easily achieved by
raising the temperature. The remaining source material 1s
unaflected and ready for a subsequent irradiation operation.
Supercritical Carbon Dioxide Separations

As mentioned above, another separation technology suit-
able for use 1n targetry coupled separations 1s supercritical
carbon dioxide. The sCO, extraction described herein may
also be suitable for use 1n removing fission products from
nuclear fuel 1n addition to removing desired products from
targetry coupled separation sources. Supercritical CO, has
been examined for extraction on metals and metalloids from
both aqueous and solid solutions. Accordingly, sCO, com-
bined with various ionic liquids (ILs) can be utilized as
ligands to extract metal 1ons from solutions. Similar meth-
ods may be used to extract metals or metalloids from solid
materials, such as contaminated paper, fabrics, or even soils.
Current 1rradiated fissionable material recycling techniques
using sCO, solutions require dissolution of the irradiated
material mto a solution. Using the sCO2 separation tech-
niques described herein, it may be possible to treat used fuel
source material (including nuclear fuels considered for mol-
ten-salt reactors) with sCO, 1n a manner which does not
require dissolution. As an example, metal fuel from a breed
and burn reactor such as a traveling wave reactor (' WR) can
be treated with a sCO, system that does not dissolve the U
metal but does remove selected fission products (with high
cross sections for parasitic absorption). A sCO, system may
be capable of selectively removing these elements and their
corresponding 1sotopes. A list of elements soluble 1n ILs 1s
shown 1n Table 2.

TABLE 2

Occurrence of selected elements 1n
TWR spent fuel and II. solubility.

Fractional Fractional
Element Absorption Element Absorption
Pd 2.38% Rul01 1.18%
Ru 1.95% Pd105 1.13%
Sm 1.25% Tc99 1.02%
Mo 1.21% Rh103 1.02%
Cs 1.16% Pd46 0.73%
Tc 1.02% Cs133 0.73%
Rh 1.02% Mo97 0.45%
Nd 0.85% Sm149 0.43%
Xe 0.41% Rul02 0.41%
Eu 0.30% Mo95 0.41%

For ILs, the sCO, may be useful as a means of introducing,
uranium 1nto the IL. In other cases, it may be appropnate to
have direct dissolution of oxides into an IL. Metals of
interest to nuclear waste processing, such as actinides,
lanthanides, and transition metals, have been characterized
chemically using highly soluble fluorinated {3-diketones 1n
sCO,. Extraction can be accomplished by using appropriate
chelating agents as extractants. For example, La and Eu
extraction with greater than 90% eflectiveness has been
demonstrated using fluorinated diketones combined with
tri-butylphosphate (TBP). In this process, a room tempera-
ture 1onic liquid, an imidazolium-based 1-butyl-3-methyl-
imidazolium (BMIM) with bis(trifluoromethylsulfonyl)-
imide (also known as T1,N~, which 1s properly described as
(CF,S0,),N7) was used as a complexing agent because of
the complexing agent’s ability to solubilize CO,. In this
manner, a full water/RTIL/sCO, system 1s developed. A
similar process with other ionic liquids and metal chelating
agents (extraction agents) and 1s summarized in Table 3.
Note that Eu and La are both extracted with all systems
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except when using thenoyl tri-fluoroacetone (T'TA) without
TBP. The latter only extracted La while not separating
(extracting) Eu.

For example, for removal using sCO,, the ligand concen-
tration may be up to 0.5 mole/liter and the temperature and
contacting time may be varied. However, suflicient removal
1s anticipated to occur at temperatures below 220° C. at 1
atm with a contacting time of 30 minutes or less. The
extractions performed in Table 3 were carried out with the
extractant/sCO, mixture at 150 atm for one hour at 50° C.
The extractions show that sCO, separation should be suit-
able for use on 1rradiated source material including nuclear
fuel, nuclear waste material, and targetry coupled separation
sources. Further, the extractions show that (3-diketones can
be used to selectively bind with oxides or metal 1n the
presence of fissionable species such as uranium. Based on
this information, i1t 1s anticipated that p-diketones can be
used to selectively bind with radioisotope oxides or metals
while not substantially dissolving {fissionable material
regardless of 1ts origin.

TABLE 3

Degree of extraction (%) of EUIII and Lalll from
BMIMTI- N with different beta-diketones (with or without TBP).

Eu’* La,,
HFA w/o TBP 90.5 90.4
HFA w/TBP 99.9 92.6
TTA w/o TBP — 87.1
TTA w/TBP 95.5 90.5

HFA = hexafluoroacetylacetone,
TTA = 4.4, 4-trifluoro-1-(2-thienyl)-1,3-butanedione

Further examples of possible ligands include dithiocar-
bamates, thiocarbazones, p-diketones and crown ethers.
Inorganic ligands, including nitrates, sulfate, thiocynates,
cyanates, and other similar compounds may also be used. A
ligand may be provided with one or more functional groups
selected to enhance the ligands ability to bind and remove
desired products. Such functional groups include hydroxyl,
carbonyl, diketones, aldehyde, haloformyl, carbonate ester,
carboxylate, ester, ether, peroxy, amine, carboxamide,
imide, 1mine, nitrate, cyanate, thiol, sulfide, sulfinyl, sulfo-
nyl, thiocyanate, 1sothiocyanate, phosphate, and phosphono
groups.

In general, an obstacle to CO, solvation 1s low solvent
power of CO, (non-polar). Metals and metal chelates have
low solubility 1n sCO, with CO, solubility parameters 1n the
range of 4-5 cal/cm®. This can be overcome by adding,
CO,-philic functional groups such as fluoroethers, tfluoro-
acrylates, fluoroalkyls, silicones, and certain phosphazenes.
Fluorinated beta-diketones (with and without tributyl phos-
phate) have been demonstrated in current techniques to
extract a variety of metals. Bis(trifluoroethyl) dithiocarbam-
ate exhibits higher solubility than non-fluorinated counter-
parts; 10~ mol/L for fluorinated vs. 107° to 10" mol/L for
non-fluorinated. As another example, Diethyldithiocarbam-
ate (DDC) can be 3-800 times less soluble 1n sCO, at 100
atm than bis(trifluoroethyl)dithiocarbamate (FDDC). Since
sCO, density change 1s nearly linear with pressure, the
solubility also changes nearly linearly with solubility
increasing with increasing pressure.

Lanthanides, actinides, copper, arsenic, and antimony
(and other products of irradiated sources) can have concen-
trations on the order of 10™* mol/LL CO,. Water and soil
extraction has been demonstrated 1n current techmques with
1000-10000 molar ratio of chelate to metal 1n solution.
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In large scale processes, it may be impractical to transition
sCQO, to the gas phase and remain economical since 1t may
require either recompression of the CO, to the supercritical
state or a steady supply of high pressure CO,, not to mention
the safety risk inherent to confining a high pressure solution
of a ighly compressible fluid. Furthermore, the ofl-gas CO,
may need to be collected 1n a container capable of further
decontamination or disposal, due to some residual radioac-
tive materials or decay products potentially remaining in the
carbon dioxide gas.

Some current techniques have a ‘back extraction’ process
which does not require gasification of the sCO, as part of the
separation of the radioisotopes from the sCO,. In this type
ol process, metal or metalloid species are removed from
solid or liquid solutions by using supercritical fluids to form
a metal or metalloid chelate. The supercritical fluid will
typically contain a solvent modifier, such as a few percent
H,O or MeOH. The metals or metalloids are then back-
extracted from the sCO, solution by using an acidic solution,
one which 1s preferably halogenated. By back extracting to
another (aqueous) solution, decompression of the sCO, 1s
avoided. What 1s left 1s the other solution bearing the
selected radioisotopes and sCO, that can be readily reused.
This 1s particularly advantageous in an automated system
and 1 a continuous treatment, although even in a semi-
automated, batch treatment system the ability to recycle
sCO, without the added step of repressurization would be
cost-advantageous. Back extraction may, or may not remove
the ligand with the radioisotope product. In an embodiment,
fresh ligand may need to be added to the sCO, before 1t can
be reused as an extraction maternial. It should be noted that
ILs could also be used for the back extraction process.

FI1G. 10 illustrates an embodiment of a method of extract-
ing a first radioisotope product from 1rradiated fissionable
source material. The method 1000 begins with an 1rradiated
fissionable source material illustrated by the providing
operation 1002. The irradiated fissionable target material
may contain a plurality of radioisotopes 1n addition to the

desired radioisotope product. Examples of desired radioiso-
tope products include “"Mo, *°®*U, *°'I, °'Cr, **’Ra, and

225
Ac.
Based on the desired radioisotope product or products and

the characteristics of the target maternial, a ligand 1s selected
in a ligand selection operation 1006. In an embodiment, a
ligand 1s selected that i1s soluble i1n supercritical carbon
dioxide (sCQO,), forms a chelate with the desired product,
and does not form a chelate with the target material. For
example, 1n an embodiment, the desired radioisotope prod-
uct is “’Mo, the irradiated target material is *°>U and the
ligand known to complex with molybdenum. Examples of
other suitable ligands are provided above.

Next, the 1dentified ligand 1s dissolved into sCO, to form
a sCO,-ligand solution 1n an extraction material preparation
operation 1006. If the selected ligand 1s not particularly
soluble 1 sCO,, this operation 1006 may also include
modifying the ligand to make it more soluble, such as by
adding CO,-philic functional groups such as tluoroethers,
fluoroacrylates, fluoroalkyls, silicones, and certain phospha-
zenes. In an embodiment, the ligand may be a fluorinated
3-diketone and a trialkyl phosphate, or a fluorinated p-dike-
tone and a trialkylphosphine oxide. In another embodiment,
the ligand may be selected from dithiocarbamates, thiocar-
bazones, p-diketones and crown ethers.

The sCO,-ligand solution 1s then placed 1n contact with
the irradiated source material for a contact time, 1n a
contacting operation 1008. As the selected ligand forms a
complex with the desired product, a result of the contacting
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operation 1008 1s a sCO,-radio1sotope complex solution. In
an embodiment, the 1rradiated source material 1s 1n a con-
tamner and the contacting operation 1008 1ncludes passing
the sCO,-ligand solution through the container.

The contacting operation 1008 may also include perform-
ing additional actions to enhance the mass transfer of the
radioisotope product mto the sCO,-ligand extraction mate-
rial. For example, 1n an embodiment in which the irradiated
source material 1s 1n the form of loose or loosely packed
grains 11 a container, the contacting operation 1008 may
include passing the sCO,-ligand extraction material through
the container, essentially using the container as a packed bed
reactor by forcing the solution through the bed of grains. In
yet another embodiment, the sCO,-ligand solution may be
passed through the container at a flow rate suflicient to
fluidize the plurality of grains within the container, 1n effect
using the container as a tluidized bed reactor. In yet another
embodiment, the irradiated fissionable source material may
be i liquid form and contacting includes agitating the
fissionable material/sCO,-ligand solution mixture.

After the contact time, the sCO,-radioisotope complex
extraction solution 1s then removed from the irradiated
source material 1n a removal operation 1010. In this opera-
tion, care may be taken to prevent the fissionable target
material from being removed with the sCO,-radioisotope
complex extraction material so that substantially all of the
irradiated fissionable target material remains together 1n 1ts
original, physical form, e.g., a powder or ceramic. The
reader will understand that a perfect system 1s not possible,
and that some de minimis amount of irradiated material may
be removed with the extraction material. However, systems

in which less than 1% by weight or less than 0.1%, 0.01%,

or 0.001% of the original amount of 1rradiated material 1s
removed with the sCO,-radioisotope complex solution
should be readily achievable.

Next, the desired product and/or a further decay daughter
product of the desired product 1s separated from the sCO,, 1n
a separation operation 1012. This may be by back extraction
of the sCO,, or may mvolve reducing the sCO2 to subcritical.
This may include removing the ligand-product complex or,

alternatively, may include removing only the product. In an
embodiment, a back extraction 1s used 1n which a sCQO,-
ligand solution 1s also generated from the separation opera-
tion 1012 that 1s suitable for reuse without decompressing
and repressurizing the sCO, ligand solution. In an embodi-
ment, this may be achieved by contacting the sCO,-product
complex solution with an acidic solution, thereby generating
an acid-product solution and a regenerated sCO,-ligand
solution.

Supercritical Carbon Dioxide Separation for Reformation of
Spent Fuel

Metallic fuel, including those metal fuels appropriate for
vented pin configurations and/or a traveling wave reactor,
typically includes metal fuel capable of high burn-up con-
tained within vented, ferritic martensitic stainless steel clad-
ding. At the end of life, the tuel generally has a highly porous
matrix ol metallic form fuel and solid fission products which
precipitated from the fuel during the burn cycle.

FIG. 8 illustrates an embodiment of a method for the
reformation of nuclear fuel using sCO,. Reformation of fuel
alter 1rradiation generally may be designed to allow treat-
ment of the entire fuel assembly for fission product, lan-
thanide, or actinide removal treatments without modification
of the nuclear fuel assembly or fuel pins contained within.
Using the example of a sealed vessel with targetry coupled
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separations, a previously burned nuclear fuel assembly
source material may be placed 1nto a sealable pressure vessel
in a container operation 802.

The vessel 1s then filled with pressurized sCO, and one or
more extractant (such as diketones, or any other appropnate
agent) to create an extraction material in the absence of an
IL or aqueous component 1n operation 804. Because of the
presence of a vent 1n the existing fuel assembly for fission
gas venting, and the nature of supercritical fluids, the
sCO,-extractant solution will work to fill the fuel pin and the
matrix of porous fuel (i.e. supercritical fluids behave as low
surface tension, low viscosity fluids which fill the volume
they are contained within). The extraction material waill
begin to solvate targeted fission products (or other matenials,
if so desired and a proper ligand chosen), leaving the
uranium metal matrix unaifected. The fission products will
then begin to difluse out of the fuel source material such that
the concentration of the overall system tends toward equi-
librium.

The extraction material containing the dissolved fission
products can then be slowly released from the pressure
vessel 1n an extraction material removal operation 806. New,
clean extraction material may or may not be added to the
pressure vessel during the removal operation 806. Agitation,
heat and/or continued pressurization and depressurization
may be applied to the system to enhance the solvation rate.
For example, the system may operate at greater than 7.5
MPa (approximate critical point at 51° C.) and be oscillated
by +/-0.1 MPa to enhance ‘pumping’ of extraction material
in and out of the porous fuel.

The extraction material removed from the system, con-
taining the elements and 1sotopes removed from the used
tuel, 1s directed toward another vessel 1n a collection opera-
tion 808.

In the separation vessel, the sCO, 1n the extraction mate-
rial can be brought to below the critical point and converted
to the gaseous phase in operation 810. By reducing the CO,
below the critical point, the extractant and the fission prod-
ucts are separated out of the CO, and collect as a liquid
phase 1 vessel.

Next, a volatilization operation 812 can be performed on
the collected liquid phase extractant and fission product
mixture 1 which the extractant 1s brought to above its
volatilization temperature and converted to a vapor phase,
leaving behind the selected element or 1sotopes. This may be
done 1n the same separation vessel as the sub-critical opera-
tion 810 or the extractant-fission product liquid mixture may
be moved to a diflerent vessel for this operation.

Variations of this scheme may be used as appropnate. For
example, lowering the solution to below the liquidus point
of the carbon dioxide may be preferred 11 the chosen
extractant and liquid CO, are isoluble. Another alternative
may be to raise the temperature of the supercritical solution
to above the volatilization point of the extractant (e.g.
greater than 100° C. to 200° C.) or to above the decompo-
sition temperature (e.g. greater than 200° C. to 300° C.). In
either case, the metal may substantially or partially precipi-
tate from the sCO, once the extractant 1s lost. Removal of the
extractant vapor or decomposition product can be accom-
plished by a gas phase separation or, as above, by converting
the CO, to a liquid phase. Furthermore, the solution may
change temperature or pressure irom a first supercritical
condition to a second supercritical condition, the second
condition having a solubility of the extractant lower than the
solubility of the first condition. By this process, all or a
portion of the extractant may be recovered without leaving
the supercritical state.
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Removing fission products from the fuel assembly may
greatly enhance the disposability of the fuel assemblies, as
>90% of targeted fission products may be removed with
>90% capable of being removed with multiple sCO, solu-
tion treatments. In some cases, 1t may be advantageous to
apply multiple cycles such as repeated treatments or mul-
tiple diflerent treatments, each with a different extraction
matenal, to increase the removal of fission products. For
example, 1n some cases, two treatments could give 99%
removal of accessible fission products whereas three would
give 99.9% and so forth. Any appropnate factors may be
used to determine the number and/or type of processing
treatments and may be based on fission products dissolved
or stuck inside the solid fuel matrix where sCO., solution
cannot penetrate. It should be noted, however, that it may be
possible to operate at temperature and timescales which
would allow for diffusion of solution soluble metals out of
the fuel matrix and into solution. This may lower the short
term heat load of the spent fuel assembly, decrease the
dangers of handling and transporting the assembly, and
make 1t more suitable for long-term disposal.

An alternative to spent fuel disposal would be to re-use
the fuel assembly once the fissions products are removed as
a source 1n a targetry coupled separation method, such as
described above. The fuel assembly could be transported to
a targetry coupled separation facility for this or processed 1n
the same facility that created the spent fuel. A fuel assembly
may be used as a source without modification or 1t may be
processed to improve the targetry couple separation eflects,
such as by converting the spent fuel into grains of an
appropriate size for the radioisotope products of interest to
the targetry coupled separation facility.

For example, in an embodiment the facility 1s a breed and
burn type reactor such as a TWR. In this embodiment, the
fission products may be removed and then a thermo-me-
chanical treatment 1s performed within the pressure vessel
used for solvation. The thermo-mechanical treatment modi-
fies the structural material for continued in-reactor use. To
enhance the treatment, after the {fission products are
removed, the vessel and contained assembly may be brought
to significantly higher temperatures (which could be made to
exceed the fuel melting point) and pressures (10°s of
MPa’s).

A system using targetry coupled separation may remove
fiss1on products prior to the end of life by incorporating the
separation process such as sCQO, process mto the fuel man-
agement or ‘shuflling” cycle to remove fission products
periodically during irradiation (operation of the reactor). For
example, some TWR re-fueling systems incorporate a sealed
enclosure for raising the assembly out of the vessel. In such
systems, the existing enclosure also contains cooling capa-
bility to manage assembly decay heat. These systems may be
made more robust such that fission products may be
removed, 1 containment, with minimal system modifica-
tions. This allows sCQO, extraction to be done as an integral
part of the shuilling operation. Such a system would not
require large vessels and piping, due to the high density of
sCO,. Concentrations of greater than 10-4 kg metal/kg
solution are possible. At end of life, each assembly contains
the maximum amount of fission products, on the order of 50
kg. The solution density 1s on the order of 1000 kg/m3.
Therefore only 5 m> of sCO, solution would be needed in
some cases to contain all the fission products 1n a single
assembly. Treating the assembly at more frequent intervals
would obviously reduce this maximum volume. Further-
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more, since the CO, may be separated from the fission
products and re-entered into the system, the inventory can be
additionally reduced.

Irradiated Matenial Reprocessing

FI1G. 12 illustrates an alternative embodiment of a method
for selectively generating a desired radioisotope using tar-
getry coupled separatlon The method of FIG. 12 differs
from that of FIG. 3 1n that the wrradiated target material 1s
provided as the starting material, thus limiting the options of
which desired products may be selected. This may occur, for
example, when a quantity of spent nuclear fuel 1s available
and 1t 1s desired to use targetry coupled separation to recover
some value from the spent fuel. Such an example includes
the production of “*°Ra from ***U which is a waste product
from the thorium fuel cycle.

The method 1200 begins 1n operation 1201 with provision
of an amount of 1rradiated source material, which may
include some amount of both target and ancillary material,
to be used 1n targetry coupled separation. The 1nitial source
material may be spent nuclear fuel, nuclear waste containing,
some amount of fissionable material, or some other material
and may 1nclude any target material as described above.

The 1nitial source material 1s then characterized to deter-
mine what radioisotopes are within the material 1n a char-
acterization operation 1202. The 1nitial source material may
or may not be suitable for targetry coupled separation
without further processing and/or its incorporation into a
source maternial. Thus, the characterization operation 1202
also determines 1f the form of the mmitial material can be
modified to enhance the separation of any particular radio-
1sotopes.

A selection operation 1204, similar to that described
above with reference to FIG. 3, i1s then performed. In this
operation 1204, however, because the 1nitial source material
1s known, the range of radioisotopes that may be selected 1s
limited to those that can be obtained from the initial mate-
rial. In an embodiment, more than one radioisotope may be
selected.

As already noted, some desirable radioisotopes may not
be direct products of an irradiation operation. In those
situations, the selection operation 1204 may be equally
considered a selection of the decay chain or a selection of
any of the radioisotopes 1n the decay chain.

A material processing operation 1206 may then be per-
formed. The 1itial source material 1s processed 1nto one or
more sources. In an embodiment where re-irradiation 1s to
occur, this processing may be done based on the recoil
distance of the selected radioisotope, as described with
retference to FIG. 3. The processing operation 1206 may be
as simple as placing the initial source material in a container.
In another embodiment, the 1mitial source material may be
processed, physically and/or chemically, to make the form of
the source material more suitable for the separation opera-
tion. For example, an mitial material may be crushed and
sieved to generate particulates having a selected particle
size. As mentioned above, 11 the 1nitial source material 1s to
be re-irradiated, this sizing may be done based on the recoil
distance of the selected radioisotope. Such processing may
turther include sintering the particulate into a ceramic, as
described herein. Additional detail regarding embodiments
of targets, source maternials, and the processing operation
1206 are discussed with reference to FIG. 5, below.

The processing operation 1206 may include further select-
ing, creating and/or providing a suitable container for the
source material. In an embodiment in which re-irradiation
using neutrons will occur, the container may be made of a
neutronically-translucent material, so that neutrons are
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capable of passing through the container. If re-irradiation
will not occur, then a container of neutron-absorbing mate-
rial may be selected. A container may be 1n any suitable
shape and form and may be provided with one or more
valves for allowing the easy introduction and/or removal of
the extraction material.

After the source or sources have been created, a separa-
tion operation 1208 1s performed, extracting atoms of the
desired product or products from the source material. As
mentioned above, the desired product may be the selected
radioisotope, a decay daughter of the selected radioisotope,
or, as is the case with “”Mo, both. This operation 1208 may
include transporting the source(s) to a separation facility/
equipment, for example by conveyor system as described
above. In an embodiment of the separation operation 1208,
the source matenal 1s exposed to an extraction material such
as a solvent that preferentially extracts the desired product
from the source without substantially dissolving the remain-
ing target i the source material. For example, 1 one
embodiment the source 1s 1n a solid phase and remains 1n the
solid phase throughout the 1rradiation and separation opera-
tions.

In the embodiment illustrated in FIG. 12, an optional
re-irradiation operation 1210 may be performed. In that
operation, the sources are exposed to neutrons for some
irradiation period 1n an iwrradiation operation 1210. This
operation 1210 may include transporting the source(s) to the
irradiation facility/equipment for safe 1rradiation, {for
example by conveyor belt as described above. In the irra-
diation operation 1210, source material 1s exposed to neu-
trons, thereby causing at least some atoms of the source
material to undergo nuclear fission or neutron capture to
create atoms of the selected radioisotope. This results 1n a
re-1rradiated source material that contains some amount of
the selected radioisotope product within a reduced amount
of unreacted target as discussed with reference to FIG. 11. In
addition, because of the recoil from the fission reaction, at
least some of the newly created atoms of the selected
radioisotope move the recoil distance relative to the remain-
ing, unreacted target within the source matenal. As
described above, the recoil of the selected radioisotope
product may make that radioisotope more available to the
extraction material such as by making the radioisotope
product closer to an available surface of the source matenal,
which may then improve extraction by the extraction mate-
rial.

In embodiments 1n which sources include a container, the
source materital may or may not be removed from the
container during the separation operation 1208. The sepa-
ration operation 1208 may further include regeneration of
the target to prepare 1t for subsequent 1rradiation. This may
involve one or more washing operations to remove extrac-
tion material from the source material prior to subsequent
irradiation.

After a separation operation 1208, the same source may
be re-irradiated to create more of the selected radioisotope
allowing the irradiation and separation operations 1210,
1208 to be repeated multiple times without substantially
dissolving, changing or removing any of the mass of remain-
ing target material in the source (except as a result of the
fusion reaction). As discussed above, this allows the fission-
able material to be more ethciently converted into the
desired product than would be possible with a single neutron
exposure. The method 1200 turther includes a final process-
ing operation 1214 that converts the extracted radioisotope
product mto a final product or final form suitable for
commercial use, as described with reference to FIG. 3. In an
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embodiment, the final processing operation 1214 includes
incorporating the radioisotope mto a daughter 1sotope gen-
erator as described above.

It will be clear that the systems and methods described
herein are well adapted to attain the ends and advantages
mentioned as well as those inherent therein. Those skilled in
the art will recognize that the methods and systems within
this specification may be implemented 1n many manners and
as such 1s not to be limited by the foregoing exemplified
embodiments and examples. In this regard, any number of
the features of the different embodiments described herein
may be combined 1nto one single embodiment and alternate
embodiments having fewer than or more than all of the
features herein described are possible.

While various embodiments have been described for
purposes ol this disclosure, various changes and modifica-
tions may be made which are well within the scope of the
technology described herein. For example, targetry coupled
separation may be adapted to remove {fission products
including poisons or other nuclear contaminants from
sources made of solid nuclear waste. Numerous other
changes may be made which will readily suggest themselves
to those skilled 1n the art and which are encompassed 1n the
spirit of the disclosure and as defined in the appended
claims.

What 1s claimed 1s:
1. A method for manufacturing Mo radioisotope, the
method comprising:
providing a source containing a first mass ol uranium
particles, the uranium particles having an average par-
ticle size of from 10% to 200% of a recoil distance of
"’Mo in the uranium particles;
enclosing the source 1n a neutronically-translucent con-
tainer:;
exposing the source to neutrons, thereby reducing the first
mass ol uranium particles 1n the source to a second
mass ol uranium particles less than the first mass and
creating at least some atoms of the ""Mo radioisotope;
removing, aiter exposing the source to neutrons, at least
some of the atoms of the “”Mo radioisotope from the
source without removing uranium particles from the
source;
wherein the removing operation further comprises:
passing an extraction material selected to dissolve the
"?Mo radioisotope through the container, thereby
contacting the uranium particles with the extraction
material; and
wherein the extraction material 1s supercritical carbon
dioxide containing a ligand that dissolves the Mo
radioisotope and does not dissolve the uranium.
2. The method of claim 1 wherein the removing operation
removes less than 0.01% of the uranium from the second
mass ol uranium particles in the source.
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3. The method of claim 1 wherein the removing operation
removes less than 0.1% of the urantum from the second
mass ol uranium particles in the source.

4. The method of claim 1 wherein the providing operation
turther comprises:

providing a source made at least partially from particles

containing uranium oxide or uranium metal.

5. The method of claim 1, wherein exposing the source
further comprises exposing the container enclosing the
source 10 neutrons.

6. The method of claim 1 further comprising;:

selecting an extraction material that dissolves atoms of the

"’Mo radioisotope without changing the phase of the
uranium 1n the source.

7. The method of claim 1 further comprising:

selecting an extraction material in which atoms of the

Mo radioisotope are more soluble than atoms of
uranium.

8. The method of claim 6 further comprising:

determining the form of the source based on the selected

extraction matenal.

9. The method of claim 1 further comprising:

selecting a combination of a source and an extraction

material, wherein the combination allows °“Mo radio-
1sotope to be removed from the source after exposure to
neutrons without dissolving uranium 1n the source.

10. The method of claim 1 wherein the ligand 1s selected
from 8-hydroxyquinoline, a-benzoinoxime, disodium 4,5-
dihydroxy-1,3-benzenedisulionate, phosphate compounds,
and diketone compounds.

11. The method of claim 1 wherein the ligand has one or
more functional groups selected from hydroxyl, carbonyl,
diketones, aldehyde, haloformyl, carbonate ester, carboxy-
late, ester, ether, peroxy, amine, carboxamide, 1mide, 1imine,
nitrate, cyanate, thiol, sulfide, sulfinyl, sulfonyl, thiocyanate,
1sothiocyanate, phosphate, and phosphono groups.

12. The method of claim 5 further comprising;

repeatedly performing the exposing operation and the

removing operations on the container without remov-
ing the uranium from the container.

13. The method of claim 11 further comprising:

removing the ~”Mo radioisotope from the extraction mate-

rial.

14. The method of claim 1 further comprising:

alter the removing operation, repeating the exposing

operation on the same source.

15. The method of claim 1 further comprising:

removing, in addition to the Mo radioisotope, an

amount of one or more other fission products created
during the exposing operation.

16. The method of claim 1 wherein the uranium particles
are loose grains ol material containing uranium.
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